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I l l  

@  Trihydrocarbyl  aluminium  cocatalysts  for  olefin  polymerization,  and  use  thereof. 

Catalyst  compositions  for  use  in  olefin  polymeriza- 
tion  are  a  mixture  of: 

(a)  TiCl3,  TiCl4,  TiBr3,  TiBr4  or  a  mixture  thereof  on 
a  support; 

(b)  an  alkyl  metal  compound  having  the  formula: 
RnMR'3-n  or  R3"M  wherein  R'  is  C1  to  C20  primary 
alkyl,  alkenyl,  aralkyl  or  hydrogen,  M  is  Al,  Ga  or  In,  R  is  a 
C3-C20  secondary  or  tertiary  alkyl,  neopentyl  alkyl,  cyclo- 
alkyl,  alkenyl  or  aralkyl  group,  n  is  equal  to  0-2;  R"  is 
C1-C20  primary  alkyl,  secondary  alkyl,  tertiary  alkyl  cyclo- 
alkyl,  alkenyl  or  an  aralkyl  group;  wherein  said  composi- 
tion  includes  at  least  one  Lewis  base,  preferably  an  amine, 
ester,  phosphine,  phosphine  oxide,  phosphate,  amide, 
ketone  or  ether,  the  molar  ratio  of  said  alkyl  metal  com- 
pound  to  said  transition  metal  compound  being  0.5:1  to 
200: 1:  and 

(c)  an  alkoxide,  carboxylate  or  aryloxide  of  a  Group 
IA  to  Group  IIIB  metal,  the  concentration  of  said  metal  salt 
being  0.1  to  20  moles  per  mole  of  alkyl  metal  compound. 

Polymerization  of  an  olefin  using  this  catalyst  compo- 
sition  is  also  described. 



I t   i s   w e l l   Known  in  t h e   a r t   to  u s e   an  a l k y l   m e t a l  

c o m p o u n d   of   G r o u p s   I - I I I   in   c o m b i n a t i o n   w i t h   a  t r a n s i t i o n  

m e t a l   c o m p o u n d   of  G r o u p s   I V A - V I I I   as  a  c a t a l y s t   s y s t e m   f o r  

o l e f i n i c   p o l y m e r i z a t i o n .   W h i l e   n e a r l y   a l l   of   t h e   a l k y l  

m e t a l   c o m p o u n d s   a r e   e f f e c t i v e   f o r   t h e   p o l y m e r i z a t i o n   o f  

e t h y l e n e ,   o n l y   a  few  a r e   e f f e c t i v e   f o r   t h e   p r e p a r a t i o n   o f  

i s o t a c t i c   p o l y m e r s   of   p r o p y l e n e   and  h i g h e r   a l p h a   o l e f i n s  

and  o n l y   E t 2 A l C l ,   A l E t 3   and  i - B u 2 A l H   h a v e   any  i m p o r t a n t  

c o m m e r c i a l   u t i l i t y .  

A  m a j o r   c o s t   i n v o l v e d   in   t h e   p o l y m e r i z a t i o n   o f  

t he   a l p h a   o l e f i n s   i s   t h e   c o s t   of   t h e   c a t a l y s t   c o m p o n e n t s .  

T h e r e f o r e ,   t h e   c o s t   of   t h e   m a n u f a c t u r e   of   t h e   p o l y m e r   c a n  

be  e f f e c t i v e l y   r e d u c e d   by  t h e   u se   of   c a t a l y s t   s y s t e m s   h a v i n g  

a  h i g h e r   p o l y m e r i z a t i o n   a c t i v i t y .   A  f u r t h e r   c o n c e r n   i s   t h e  

a b i l i t y   to  p r o d u c e   p o l y m e r s   h a v i n g   a  min imum  amoun t   of  c a t a -  

l y s t   r e s i d u e s   t h e r e b y   e l i m i n a t i n g   a  c o s t l y   d e a s h i n g   o p e r a t i o n .  

A  s t i l l   f u r t h e r   c o n c e r n   i s   t h e   a b i l i t y   to  p r o d u c e   p o l y m e r s  

h a v i n g   a  h i g h   d e g r e e   of  i s o t a c t i c   s t e r e o r e g u l a r i t y   t h e r e b y  

e n a b l i n g   t he   m a n u f a c t u r e r   to  e l i m i n a t e   or  r e d u c e   t h e   c o s t l y  

o p e r a t i o n   i n v o l v i n g   t h e   r e m o v a l   and  s e p a r a t i o n   of  a t a c t i c  



polymer  from  the  i s o t a c t i c   polymer.   The  improved  c a t a l y s t  

system  of  the  p r e s e n t   i n v e n t i o n   p rov ides   a  means  for  t h e  

m a n u f a c t u r e r   to  ob t a in   these  d e s i r a b l e   r e a l i z a t i o n s .  

The  improved  c a t a l y s t   systems  of  the  p re sen t   i n -  

ven t i on   which  are  employed  in  alpha  o l e f i n   p o l y m e r i z a t i o n s  

inc lude   a  Group  IVA-VIII  t r a n s i t i o n   metal  compound,  one  o r  

more  Lewis  bases ,   and  at  l e a s t   one  metal  a lky l   compound  a t  

l e a s t   one  of  which  is  a  metal  t r i a l k y l   compound  of  Al,  Ga 

or  In,  wherein  at  l e a s t   one  of  the  a lkyl   groups  is  a  C3  to  C20 

secondary  or  t e r t i a r y   a l k y l ,   c y c l o a l k y l ,   a lkenyl   or  a r a l k y l  

g r o u p .  

The  t r a n s i t i o n   metal   c a t a l y s t   compound  is  a  Group 

IVA-VIII  t r a n s i t i o n   metal  h a l i d e ,   wherein   the  h a l i d e   g roup  

is  c h l o r i d e   or  bromide  and  the  t r a n s i t i o n   metal   ha l ide   may  be  

in  the  form  of  so l i d   c r y s t a l l i n e   compounds,  so l id   s o l u t i o n s   o r  

compos i t ions   with  o ther   metal   s a l t s   and  is  suppor ted   on  t h e  

su r f ace   of  a 'wide   range  of  so l id   s u p p o r t s .   For  h i g h e s t  

s t e r e o s p e c i f i c i t y   i t   is  d e s i r a b l e   to  have  the  t r a n s i t i o n  

metal   h a l i d e ,   or  i t s   suppor t   compos i t i on ,   in  the  l a y e r  

l a t t i c e   s t r u c t u r e   with  very  small  c r y s t a l l i t e s ,   high  s u r f a c e  

area ,   or  s u f f i c i e n t   d e f e c t s   or  f o r e i g n   components  to  f a c i l i -  

t a t e   high  d i s p e r s i o n   dur ing  p o l y m e r i z a t i o n .   The  t r a n s i t i o n  

metal  h a l i d e   component  may  also  i nc lude   v a r i o u s   a d d i t i v e s   such  as  

Lewis  bases ,   pi  bases ,   polymers  or  o rgan ic   or  i n o r g a n i c   m o d i f i e r s .  

Vanadium  and  t i t a n i u m  h a l i d e s   such  as  VCl3,  VBr3,  TiCl3,  T i C l 4 ,  

TiBr3  or  TiBr4  are  p r e f e r r e d ,   most  p r e f e r a b l y   TiCl3  or  T i C l 4 ,  

and  mix tu res   t h e r e o f .   The  most  p r e f e r r e d   TiCl3  compounds  a r e  

those  which  con ta in   TiCl4  edge  s i t e s   on  a 



l a y e r   l a t t i c e   s u p p o r t   s u c h   as  a l p h a ,   d e l t a ,   or  gamma  T i C l 3  

or   v a r i o u s   s t r u c t u r e s   and  m o d i f i c a t i o n s   of  T i C l 3 ,   MgC12  o r  

o t h e r  i n o r g a n i c   c o m p o u n d s   h a v i n g   s i m i l a r   l a y e r   l a t t i c e  

s t r u c t u r e s .   The  mos t   p r e f e r r e d   T i C l 4   c o m p o u n d s   a r e   t h o s e  

s u p p o r t e d   on  c h l o r i d e   l a y e r   l a t t i c e   c o m p o u n d s   s u c h   as  M g C l 2 .  
in  the  suppor t   i n s t e a d   of  c h l o r i d e   a n i o n s ,  

O t h e r   a n i o n s   may  be  a l s o   p r e s e n t   / s u c h   as  o t h e r   h a l i d e s ,  

p s e u d o - h a l i d e s ,   a l k o x i d e s ,   h y d r o x i d e s ,   o x i d e s   or  c a r b o x y -  

l a t e s ,   e t c . ,   p r o v i d i n g   t h a t .  s u f f i c i e n t   c h l o r i d e   i s   a v a i l a b l e  

f o r   i s o s p e c i f i c   s i t e   f o r m a t i o n .   M i x e d   s a l t s   or   d o u b l e   s a l t s  

s u c h   as  K 2 T i C l 6   or   MgTiC l6   can   be  e m p l o y e d   a l o n e   or  in   c o m -  

b i n a t i o n   w i t h   e l e c t r o n   d o n o r   c o m p o u n d s .   O t h e r   s u p p o r t s  

b e s i d e s   MgCl2  w h i c h   a r e   u s e f u l   a r e   h y d r o x y c h l o r i d e s ,   o x i d e s  

or   o t h e r   i n o r g a n i c   or   o r g a n i c   s u p p o r t s .   The  mos t   p r e f e r r e d  

t r a n s i t i o n   m e t a l   c o m p o u n d   i s   T i C l 4   c o n t a i n i n g   MgCl2  e s p e c -  

i a l l y   in   t h e   p r e s e n c e   of   L e w i s   b a s e s   ( e l e c t r o n   d o n o r   c o m p o u n d s ) .  

The  L e w i s   b a s e s   can   be  e m p l o y e d   in   c o m b i n a t i o n  

w i t h   t h e   t r i a l k y l   m e t a l   c o m p o u n d   or   w i t h   t he   Group   I V A - V I I I  

t r a n s i t i o n   m e t a l   c o m p o u n d   or  w i t h   b o t h   c o m p o n e n t s   as  l o n g   a s  

t h e y   do  n o t   c a u s e   e x c e s s i v e   c l e a v a g e   of   m e t a l - c a r b o n   b o n d s  

or   l o s s   of  a c t i v e   s i t e s .   A  w i d e   v a r i e t y   of  L e w i s   b a s e s   m a y  

be  u s e d   i n c l u d i n g   s u c h   t y p e s   as  t e r t i a r y   a m i n e s ,   e s t e r s ,  

p h o s p h i n e s ,   p h o s p h i n e   o x i d e s ,   p h o s p h a t e s   ( a l k y l ,   a r y l ) ,  

p h o s p h i t e s ,   h e x a a l k y l   p h o s p h o r i c   t r i a m i d e s ,   d i m e t h y l   s u l -  
a m i d e s , e . g .  

f o x i d e , / d i m e t h y l   f o r m a m i d e ,   s e c o n d a r y   a m i n e s ,   e t h e r s ,  

e p o x i d e s ,   k e t o n e s ,   s a t u r a t e d   and  u n s a t u r a t e d   h e t e r o c y c l e s ,  

or  c y c l i c   e t h e r s   and  m i x t u r e s   t h e r e o f .   T y p i c a l   b u t   n o n -  

l i m i t i n g   e x a m p l e s   a r e   d i e t h y l   e t h e r ,   d i b u t y l   e t h e r ,   t e t r a -  

h y d r o f u r a n ,   e t h y l   a c e t a t e ,   m e t h y l   p - t o l u a t e ,   e t h y l   p - a n i s a t e ,  



e t h y l   b e n z o a t e ,   p h e n y l   a c e t a t e ,   amyl   a c e t a t e ,   m e t h y l   o c t a n -  

o a t e ,   a c e t o p h e n o n e ,   b e n z o p h e n o n e ,   t r i e t h y l   a m i n e ,   t r i b u t y l -  

a m i n e ,   d i m e t h y l   d e c y l a m i n e ,   p y r i d i n e ,   N - m e t h y l p i p e r i d i n e ,  

2 , 2 , 6 , 6 - t e t r a m e t h y l p i p e r i d i n e   and  t h e   l i k e .   The  m o s t   p r e -  

f e r r e d   a r e   e s t e r s   of   c a r b o x y l i c   a c i d s   s u c h   as  e t h y l b e n z o a t e .  

The  s a l t s   o f   Group   I A - I I I B   m e t a l s   -  e m p l o y e d  

w i t h   t h e   p r e s e n t   c a t a l y s t s   are  p r e f e r a b l y   p a r t i a l l y   or  w h o l l y  

s o l u b i l i z e d   by  r e a c t i o n   w i t h   t h e   a l k y l   m e t a l   c o m p o n e n t s .  

P a r t i c u l a r l y   u s e f u l   a r e   t h e   c a r b o x y l a t e s ,   a l k o x i d e s   a n d  

a r y l o x i d e s   of   m a g n e s i u m   and  a l u m i n u m .   N o n - l i m i t i n g   e x a m p l e s  

i n c l u d e   Mg(OOCR")2 ,   R"OMgOOCR",  ClMgOR",  M g ( O R " ) 2 ,  

R"2AlOOCC6H5,  R " A l ( O O C R " ) 2 ,   R " 2 A l O R " ,   and   t h e   l i k e ,   w h e r e  

R"  i s   a  h y d r o c a r b y l   g r o u p .   Mos t   p r e f e r r e d   a r e   t h e   c a r b o x y -  

l a t e   s a l t s   of  m a g n e s i u m   and  a l u m i n u m   p r e p a r e d   in   s i t u   b y  

r e a c t i n g   t h e   o r g a n o m e t a l   c o m p o u n d s   w i t h   c a r b o x y l i c   a c i d s   i n  

h y d r o c a r b o n   s o l v e n t s .   T h e s e   s a l t s   of   Group   I A - I I I B   meta ls   a r e  

more  p r e f e r a b l y   u s e d   w i t h   t h e   t r i a l k y l   m e t a l   c o m p o u n d s   h a v i n g  

t h e   f o r m u l a   R"3M  w h e r e i n   M =  Al ,   Ga  or  In ,   and  R"  i s  

a  C l - C 2 0   p r i m a r y ,   s e c o n d a r y   o r  

t e r t i a r y   a l k y l ,   c y c l o a l k y l ,   a l k e n y l ,   a r a l k y l   g r o u p o r   a 

m i x t u r e   t h e r e o f ,   more   p r e f e r a b l y   a t   l e a s t   one   of  t h e   R"  

g r o u p s   being  of   C3-C20  n e o p e n t y l ,  

s e c o n d a r y   or  t e r t i a r y   a l k y l ,   c y c l o a l k y l ,   a l k e n y l   or  a r a l k y l  

g r o u p .   The  s a l t   o f   t h e   Group   I A - I I I B   m e t a l   i s   u s e d   a t   a  

c o n c e n t r a t i o n   l e v e l   of   0 . 1   to  20  m o l e s   o f   t he   s a l t   of   G r o u p  

L A - I I I B   m e t a l   p e r   mo le   o f   t h e   t r i a l k y l a l u m i n u m   c o m p o u n d  

R"  3Al ,   more   p r e f e r a b l y   0 . 2   to  5  m o l e s ,   and  m o s t   p r e f e r a b l y  

0.5  to  1  mo le   when  t h e   o x y g e n - c o n t a i n i n g   g r o u p   i s   a l k o x i d e  



or  a r y l o x i d e .   When  t h e   g r o u p   i s   c a r b o x y l a t e ,   t he   r a t i o   i s  

0 . 1   to  1,  p r e f e r a b l y   0 . 1   to  0 . 5   c a r b o x y l a t e   g r o u p s   p e r   m o l e  

of   t h e   t r i a l k y l   m e t a l   c o m p o u n d .   The  u s e   of  t h e s e   Group  I A -  

I I I B   m e t a l   s a l t s   i s   p r e f e r a b l y   w i t h   t h e   s u p p o r t e d   t i t a n i u m  

c a t a l y s t   s y s t e m s   as  e m b o d i e d   in   t he   p resen t   i n v e n t i o n .  

The  i m p r o v e d   c o c a t a l y s t s   of   t h e   p resen t   i n v e n t i o n  

h a v e   t h e   g e n e r a l   f o r m u l a   R n M R ' 3 - n   w h e r e i n   M =  Al ,   Ga  or   I n ,  

R  i s   a  C3-C20  s e c o n d a r y  

or  t e r t i a r y   a l k y l ,  i v e o p i n r y l a k y l ,   a l k e n y l   or  a r a l k y l   g r o u p ,   R '  

i s   a  C1-C20  p r i m a r y  

a l k y l ,   a l k e n y l   or  a r a l k y l   or   h y d r i d e ;   and  n  =  0 - 2 ,   p r e f e r -  

a b l y   1 - 2 ,   and  m o s t   p r e f e r a b l y   n  =   2.  P r e f e r a b l y ,   R'  i s  

C2-C10  p r i m a r y   a l k y l   or   a r a l k y l   or  hydrogen  m o s t   p r e f e r a b l y  

R'  i s   C2-C4  p r i m a r y   a l k y l   or   h y d r o g e n ,   p r e f e r a b l y  

n o t   more   t h a n   one  hydrogen  being  p r e s e n t .   The  R 

g r o u p   i s   p r e f e r a b l y   a  C 4 - C l 6   s e c o n d a r y   or   t e r t i a r y  

a l k y l   g r o u p   or   c y c l o a l k y l   g r o u p   and   i s   mos t   p r e f e r a b l y   o n e  

w h i c h   i s   n o t   r e a d i l y   s u s c e p t i b l e   to  e l i m i n a t i o n   o r  d i s p l a c e -  

men t   by  monomer   d u r i n g   p o l y m e r i z a t i o n .   In  a d d i t i o n   to  t h e  

s i m p l e   s e c o n d a r y   a l k y l   g r o u p s   o t h e r   g r o u p s   a r e   a l s o   e f f e c t -  

i v e , i n   w h i c h   t h e   a l u m i n u m   i s   a t t a c h e d   to  a  s e c o n d a r y   o r  

t e r t i a r y   c a r b o n   a t o m s ,   i . e . ,   c y c l o h e x y l ,   c y c l o o c t y l ,   t e r t -  

b u t y l ,   t e r t - a m y l ,   s - n o r b o r n y l ,   and   t h e   l i k e .   The  m o s t   p r e -  

f e r r e d   c o m p o s i t i o n s   h a v e   t h e   f o r m u l a   R n A l R ' 3 - n   in   w h i c h   t h e  

s e c o n d a r y   and  t e r t i a r y   a l k y l   g r o u p s   c o n t a i n   4 - 1 0   c a r b o n s   a n d  

n  "   2.  M i x t u r e s   of  t h e   c o c a t a l y s t s   of   t h i s   i n v e n t i o n   w i t h  

c o n v e n t i o n a l   a l k y l   m e t a l   c o c a t a l y s t s   a l s o   y i e l d   i m p r o v e d  

r e s u l t s .  



S u i t a b l e   n o n - l i m i t i n g   e x a m p l e s   i n c l u d e   i - P r 2 A l E t ,  

s - B u A l E t 2 ,   s - B u 2 A l E t ,   t - B u A l E t 2 ,   t - B u 2 A l E t ,   s - B u 3 A l ,   1 , 1 -  

d i m e t h y l h e p t y l   A l E t 2 ,   s - B u 2 A l n - C 1 6 H 3 3 ,   t - B u 2 A l C H 2 C 6 H 5 ,  

s - B u ( t - B u ) A l n - B u ,   c y c l c h e x y l 2 A l E t s   s - p e n t y l   A l i - B u 2 ,  

t - B u 2 A l M e ,   t - B u 2 A l n - C 8 H 1 7 ,   ( 2 - e t h y l c y l o p e n t y l ) 2 A l E t ,   2 -  

( 3 - e t h y l n o r b o r n y l ) A l E t 2 ,   2 - n o r b o r n y l   A l i - B u 2 ,   ( 2 - n o r b o r n y l ) 2  

A l i - B u ,   a c e n a p h t h y l   A l i - B U 2 ,   c y c l o o c t y l   ( i - B u )   AlH,  3 - e t h y l -  

5 - e t h y l i d i n e n o r b o r n y l   A l E t 2 ,   9 - i - b u - 9 - a l u m i n o - 3 , 3 , 1 - b i c y c ' l o -  

n o n a n e ,   s - B u 2 A l H ,   t - B u 2 A l H ,   t - B u 2 I n E t .   s - B u 2 G a E t ,   n e o p e n t y l  

A l E t 2 ,   n e o p e n t y l 2   A l E t   and  t h e   l i k e .  

P r e f e r r e d   c o m p o u n d s   i n c l u d e   t h o s e   in   t he   a b o v e  

l i s t   w h i c h   h a v e   t h e   f o r m u l a   R 1 - 2 A l R ' 2 - 1 .   The  mos t   p r e f e r r e d  

c o m p o u n d s   in   t h e   a b o v e   l i s t   h a v e   t h e   f o r m u l a   R 2 A l R ' .  

One  m e t h o d   of   p r e p a r i n g   t h e s e   s e c o n d a r y   a l k y l  

a l u m i n u m   c o m p o u n d s   i s   to  r e a c t   i n t e r n a l   o l e f i n s   w i t h   A l i B u 3  

or  i - B u 2 A l H   to  add   A l -H   a c r o s s   t h e   d o u b l e   b o n d   to  fo rm  a l k y l  

a l u m i n u m   c o m p o u n d s .   When  t h e   d o u b l e   b o n d   i s   in   a  s t r a i n e d  

r i n g   c o m p o u n d ,   AlR3  may  be  u s e d   to  add   A l - R   a c r o s s  t h e  

d o u b l e   b o n d   and   o b t a i n   p r e f e r r e d   c o m p o u n d s   w h i c h   a r e   v e r y  

r e s i s t a n t   to  d i s p l a c e m e n t   or   e l i m i n a t i o n .   S t r a i n e d   r i n g  

o l e f i n s   i n c l u d e   c y c l o p e n t e n e ,   n o r b o r n e n e ,   n o r b o r n a d i e n e ,  

e t h y l i d i n e   n o r b o r n e n e ,   d i c y c l o p e n t a d i e n e ,   and  t h e   l i k e .  

T h i s   m e t h o d   is   p r e f e r r e d   b e c a u s e   of  raw  m a t e r i a l   a v a i l a b i l i t y  

and  s i m p l i c i t y   of  r e a c t i o n ,   a l t h o u g h   t h i s   i n v e n t i o n   i s   n o t  

l i m i t e d   by  t h e   m e t h o d   of   s y n t h e s i s .  

O t h e r   m e t h o d s   i n c l u d e   t h e   d i r e c t   s y n t h e s i s   f r o m  

t h e   r e a c t i v e   m e t a l s   and  t h e   s e c o n d a r y   or  t e r t i a r y   h a l i d e s ,  

t h e   v a r i o u s   o r g a n o m e t a l l i c   s y n t h e s e s   i n v o l v i n g   l i g a n d   e x -  



c h a n g e   b e t w e e n   Al ,   Ga  or   In  c o m p o u n d s   and  s e c o n d a r y   o r  

t e r t i a r y   a l k y l   m e t a l   c c m p o u n d s   of   more   e l e c t r o p o s i t i v e  

m e t a l s   s u c h   as  G r o u p s   IA  and  I I A ,   and  t h e   r e a c t i o n   of  t h e  

m e t a l s   w i t h   t h e   a l k y l   m e r c u r y   c o m p o u n d s .   P a r t i c u l a r l y   u s e -  

f u l   i s   t h e   g e n e r a l   r e a c t i o n   of   s e c o n d a r y   or  t e r t i a r y   a l k y l  

l i t h i u m   c o m p o u n d s   w i t h   R'MX2  or  P'2MX  b e c a u s e   i t   t a k e s   p l a c e  

r e a d i l y   in   d i l u t e   h y d r o c a r b c n   s o l u t i o n s .  

A l t h o u g h   d i - s e c o n d a r y   a l k y l   a l u m i n u m   c o m p o u n d s  

a r e   p r e f e r r e d   to  m o n o - s e c o n d a r y   a l k y l   c o m p o u n d s ,   t he   m o n o -  

a l k y l   t y p e s   b e c o m e   more   e f f e c t i v e   t h e   g r e a t e r   t h e   s t e r i c  

b u l k   of  t h e   g r o u p   as  l o n g   as  i t   does   n o t   i n t e r f e r e   w i t h  

a c t i v e   s i t e   f o r m a t i o n   or   l e a d   to  d e c o m p o s i t i o n   u n d e r   r e a c -  

t i o n   c o n d i t i o n s .  

Fo r   t h e   a l k y l   m e t a l   c o c a t a l y s t s   of   t h i s   i n v e n t i o n ,  

t h e   m o s t   p r e f e r r e d   t r a n s i t i o n   m e t a l   c o m p o u n d s   c o n t a i n   T i C l 4  

s u p p o r t e d   on  MgCl2  and  one  or  more   L e w i s   b a s e s .   The  c o n c e n -  

t r a t i o n   o f  t h e   t r a n s i t i o n   m e t a l   in   t h e   p o l y m e r i z a t i o n   z o n e  

i s   0 . 0 0 1   to  a b o u t   5mM,  p r e f e r a b l y   l e s s   t h a n   O . l m M .  

The  m o l a r   r a t i o   of   t h e   t r i a l k y l   m e t a l   compound   t o  

t he   t r a n s i t i o n   m e t a l   c o m p o u n d   i s   0 . 5 : 1   to  2 0 0 : 1  

more   p r e f e r a b l y   1 0 : 1   to  1 0 0 : 1 .   The  m o l a r   r a t i o   of   L e w i s  

b a s e   to  o r g a n o m e t a l   c o m p o u n d   can   v a r y   w i d e l y   bu t   i s   p r e f e r -  

a b l y   0 . 1 : 1   to  1 : 1 .  

The  c a t a l y s t   s y s t e m   of  t h e   i n v e n t i o n   e n a b l e s   t h e  

p r o c e s s   f o r   m a k i n g   a l p h a   o l e f i n   p o l y m e r s   h a v i n g   a  h i g h   d e g r e e  

of   i s o t a c t i c   s t e r e o r e g u l a r i t y   to  be  c a r r i e d   ou t   a t   a  t e m p e r a -  

t u r e   of   25°  to  1 5 0 ° C . ,   more  p r e f e r a b l y   40°  to  8 0 ° C . ,   a t   p r e s -  

s u r e s   of   1  a tm .   to  50  a t m .   The  r e a c t i o n   t i m e   f o r   p o l y m e r i z a -  



t i o n   i s   0 . 1   to  10  h o u r s ,   more   p r e f e r a b l y   0 .5   to  3  h o u r s .  

Due  to  t h e   h i g h   c a t a l y s t   a c t i v i t y ,   s h o r t e r   t i m e s   and  t e m p e r -  

a t u r e s   b e l o w   80°C.   can  be  r e a d i l y   e m p l o y e d .  

The  r e a c t i o n   s o l v e n t   f o r   t h e   s y s t e m   can   be  a n y  

i n e r t   p a r a f f i n i c ,   n a p h t h e n i c   or   a r o m a t i c   h y d r o c a r b o n   s u c h  

as  b e n z e n e ,   t o l u e n e ,   x y l e n e ,   p r o p a n e ,   b u t a n e ,   p e n t a n e ,  

h e x a n e ,   h e p t a n e ,   c y c l o h e x a n e ,   a n d  m i x t u r e s   t h e r e o f .   P r e -  

f e r a b l y ,   e x c e s s   l i q u i d   monomer   is   u s e d   as  s o l v e n t .   G a s  

p h a s e   p o l y m e r i z a t i o n s   may  a l s o   be  c a r r i e d   o u t   w i t h   or   w i t h -  

o u t   m i n o r   a m o u n t s   of   s o l v e n t .  

T y p i c a l ,   b u t   non  l i m i t i n g   e x a m p l e s   of   C2-C20  a l p h a  

o l e f i n i c   m o n o m e r s   e m p l o y e d   in  t h e   p r e s e n t   i n v e n t i o n   f o r   t h e  

m a n u f a c t u r e   of   h o m o - ,   co -   and  t e r p o l y m e r s   a r e   e t h y l e n e ,  

p r o p y l e n e ,   b u t e n e - 1 ,   g e n t e n e - 1 ,   h e x e n e - 1 ,   o c t a d e c e n e - 1 ,   3 -  

m e t h y l b u t e n e - 1 ,   s t y r e n e ,   e t h y l i d e n e   n o r b o r n e n e ,   1 , 5 - h e x a -  

d i e n e   and  t h e   l i k e   and   m i x t u r e s   t h e r e o f .   I s o t a c t i c   p o l y m e r -  

i z a t i o n   of   p r o p y l e n e   and  h i g h e r   o l e f i n s   i s   e s p e c i a l l y   p r e -  

f e r r e d ,   i n c l u d i n g   b l o c k   c o p o l y m e r i z a t i o n s   w i t h   e t h y l e n e .  

The  t r i a l k y l   m e t a l   c o m p o u n d   and  t h e   s u p p o r t e d  

t r a n s i t i o n   m e t a l   c o m p o u n d   can   be  a d d e d   s e p a r a t e l y   to  t h e  

r e a c t o r   or   p r e m i x e d   b e f o r e   a d d i t i o n   to  t he   r e a c t o r ,   b u t   a r e  

p r e f e r a b l y   a d d e d   s e p a r a t e l y .   R e p l a c i n g   t h e   s e c o n d a r y   o r  

t e r t i a r y   a l k y l   g r o u p s   by  b u l k y   or  h i n d e r e d   a l k o x y ,   p h e n o x y  

or   d i a l k y l a m i d e   g r o u p s   does   n o t   p r o v i d e   t h e   i m p r o v e d   c a t a -  

l y s t   a c t i v i t y   a c h i e v e d   by  t he   c o c a t a l y s t   in   t h i s   i n v e n t i o n .  

An  a l t e r n a t i v e   embodiment  of  the  p r e s e n t   i n v e n t i o n  

w i t h   r e s p e c t   to  t he   c o c a t a l y s t s   ( R n M R ' 3 - n )   i s   to  u s e   d i r e c t l y  

t h e   r e a c t i o n   p r o d u c t   of  RZMg  P'MX2  @  R 2 M R '   +  MgX2  a s  

e x e m p l i f i e d   in   Belgian  pa t en t   863827;  .  or   RMgX'  +  R ' 2 M X @  



RMR'2  +  MgXX'  as  e x e m p l i f i e d   in   Belgian  pa tent   863823,  

In   t he   c a s e   of   t h e   f o r m a t i o n   of   R2MR',  the   m e t a l  

d i -   or  t r i h a l i d e   c o m p o u n d s   w h i c h   a r e   u s e d   a r e   s e l e c t e d   f r o m  

t h e   g r o u p   c o n s i s t i n g   of   a  m e t a l   h a l i d e   compound   s e l e c t e d  

f rom  t he   g r o u p   c o n s i s t i n g   of   R'MX2,  MX3  and  m i x t u r e s   t h e r e o f ,  

w h e r e i n   M  i s   s e l e c t e d   f rom  the   g r o u p   c o n s i s t i n g   of   A l ,   Ga 

and  I n ,   R'  i s   s e l e c t e d   f rom  t h e   g r o u p   c o n s i s t i n g   of   Cl  t o  

C20  p r i m a r y   a l k y l ,   a l k e n y l   or  a r a l k y l   g r o u p s   or  h y d r i d e ;   X 

is   s e l e c t e d   f rom  t he   g r o u p   c o n s i s t i n g   of  c h l o r i d e ,   b r o m i d e  

or  a  m o n o v a l e n t   a n i o n   w h i c h   c a n n o t   i n i t i a t e   p o l y m e r i z a t i o n  

of   o l e f i n i c   m o n o m e r s ,   w h e r e i n   t h e   a n i o n   is  s e l e c t e d   f rom  t h e  

g r o u p   c o n s i s t i n g   of   a l k o x i d e ,   p h e n o x i d e ,   t h i o a l k o x i d e ,   c a r -  

b o x y l a t e ,   e t c .   and  m i x t u r e s   t h e r e o f .   T y p i c a l   bu t   n o n -  

l i m i t i n g   e x a m p l e s   a r e   e t h y l   a l u m i n u m   d i c h l o r i d e ,   a l u m i n u m  

t r i c h l o r i d e ,   e t h y l   a l u m i n u m   d i b r o m i d e ,   e t h y l   c h l o r o a l u m i n u m  

b r o m i d e ,   o c t y l   a l u m i n u m   d i c h l o r i d e ,   e t h y l   i n d i u m   d i c h l o r i d e ,  

b u t y l   a l u m i n u m   d i c h l o r i d e ,   b e n z y l   a l u m i n u m   d i c h l o r i d e ,   e t h y l  

c h l o r o a l u m i n u m   b u t o x i d e ,   and  m i x t u r e s   t h e r e o f .   M i x t u r e s   o f  

m e t a l   h a l i d e   c o m p o u n d s   can  be  r e a d i l y   e m p l o y e d .  

The  C2-C4  a l k y l   a l u m i n u m   d i h a l i d e s   a r e   mos t   p r e -  

f e r r e d   f o r   h i g h   s t e r e o s p e c i f i c i t y   and  t h e   m o n o a l k y l a l u m i n i n u m  

d i c h l o r i d e s   a r e   mos t   p r e f e r r e d .  

The  d i o r g a n o m a g n e s i u m   c o m p o u n d   has   t h e   g e n e r a l  

f o r m u l a   R2Mg  w h e r e i n   R  can   be  t h e   same  or  d i f f e r e n t   and  i s  

a  C3  to  C20  s e c o n d a r y  



or  t e r t i a r y   a l k y l ,   c y c l o a l k y l ,   a r a l k y l   or   a l k e n y l   g r o u p s .  

T y p i c a l ,   b u t   non   l i m i t i n g   e x a m p l e s   a r e   ( s - B u ) 2 M g ,   ( t - B u ) 2 M g  

or  ( i P r ) z M g .   M i x t u r e s   of   d i o r g a n o m a g n e s i u m   c o m p o u n d s   c a n  

be  r e a d i l y   e m p l o y e d   p r o v i d i n g   a t   l e a s t   one  s e c o n d a r y   o r  

t e r t i a r y   g r o u p   i s   p r e s e n t .   The  m o s t   p r e f e r r e d   o r g a n i c  

g r o u p s   a r e   s e c o n d a r y   and  t e r t i a r y   a l k y l   g r o u p s ,   e . g .   t - B u  

or  s - B u .  

The  m o l a r   r a t i o   of   t h e   a l k y l   m e t a l   h a l i d e   c o m p o u n d  

(R'MX2)  to  t h e   d i o r g a n o m a g n e s i u m   c o m p o u n d   i s   c r i t i c a l   and  i s  

0 . 5 : 1   to  2 : 1 ,   more   p r e f e r a b l y   0 . 7 : 1 ,   and   mos t   p r e f e r a b l y   1 : 1 .  

For   t h e   MX3  c o m p o u n d   t h e   r a t i o   i s   1 :1   to  1 : 3 ,   mos t   p r e f e r -  

a b l y   2 : 3 .   The  n u m b e r   of   m o l e s   of   L e w i s   b a s e   can   v a r y   w i d e l y  

b u t   i s   p r e f e r a b l y   e q u a l   to  or  l e s s   t h a n   t he   sum  of   t he   m o l e s  

of   t he   m e t a l   h a l i d e   c o m p o u n d   and  t h e   d i o r g a n o m a g n e s i u m   c o m -  

p o u n d .   The  m o l a r   r a t i o   of   t h e   m e t a l   h a l i d e   compound   or  t h e  

d i o r g a n o m a g n e s i u m   c o m p o u n d   to  t h e   t r a n s i t i o n   m e t a l   c o m p o u n d  

i s   l e s s   t h a n   2 0 0 : 1   and   more   p r e f e r a b l y   l e s s   t h a n  

1 0 0 : 1 .  

The  m e t a l   h a l i d e   c o m p o u n d   and   d i o r g a n o m a g n e s i u m  

c o m p o u n d   can   be   a d d e d   s e p a r a t e l y   to  t h e   r e a c t o r   c o n t a i n i n g  

t h e   t r a n s i t i o n   m e t a l   c o m p o u n d   b u t   a r e   p r e f e r a b l y   p r e m i x e d  

b e f o r e   a d d i t i o n   to  t h e   r e a c t o r .   E m p l o y i n g   e i t h e r   t h e   m e t a l  

h a l i d e   c o m p o u n d   or   t h e   d i o r g a n o m a g n e s i u m   c o m p o u n d   a l o n e   w i t h  

t h e   t r a n s i t i o n   m e t a l   c o m p o u n d   does   n o t   p r o v i d e   t h e   i m p r o v e d  

c a t a l y s t   e f f i c i e n c y   and  s t e r e o s p e c i f i c i t y   as  e n v i s i o n e d   i n  

t h i s   a p p l i c a t i o n .   In   o r d e r   to  a t t a i n   t h i s ,   i t   i s   n e c e s s a r y  

to  e m p l o y   b o t h   t h e   m e t a l   h a l i d e   c o m p o u n d   and  d i o r g a n o m a g -  

n e s i u m   c o m p o u n d   in   c o m b i n a t i o n   w i t h   t h e   t r a n s i t i o n   m e t a l  



c o m p o u n d   in  t he   c r i t i c a l   p r o p o r t i o n s   as  p r e v i o u s l y   d e f i n e d .  

The  c o n c e n t r a t i o n   of   t h e   t r a n s i t i o n   m e t a l   in  t he   p o l y m e r i -  

z a t i o n   zone   i s   0 . 0 0 1   to  5mM,  p r e f e r a b l y   l e s s   t h a n   O . l m M .  

In  t he   c a s e   of   t h e   f o r m a t i o n   of   RMR'2,  t he   m e t a l  

a l k y l   c o m p o u n d s   w h i c h   a r e   u s e d   a r e  

R'2MX  or  R'3M  and  m i x t u r e s   t h e r e o f ,   w h e r e i n   M 

is   s e l e c t e d   f rom  the   g r o u p   c o n s i s t i n g   of   Al,   Ga  and  In ,   R '  

is   s e l e c t e d   f rom  the   g r o u p   c o n s i s t i n g   of   C1  to  C20  p r i m a r y  

a l k y l ,   a l k e n y l ,   a r a l k y l   or  h y d r i d e   g r o u p s ;   X  i s   s e l e c t e d  

f rom  t he   g r o u p   c o n s i s t i n g   of   a  m o n o v a l e n t   a n i o n   w h i c h   c a n n o t  

i n i t i a t e   p o l y m e r i z a t i o n   of   o l e f i n s ,   s u c h   as  F,  Cl ,   Br,  OR; ' ,  

SR",  and  UOCR",  w h e r e i n   R"  i s   s e l e c t e d   from  the   g r o u p   c o n -  

s i s t i n g   o f   C1  to  C20  a l k y l ,   b r a n c h e d   a l k y l ,   c y c l o a l k y l ,  

a r y l ,   n a p h t h e n i c ,   a r a l k y l   and  a l k e n y l   g r o u p s ,   X  i s   m o r e  

p r e f e r a b l y   Cl  or  Br  and  m o s t   p r e f e r a b l y   Cl.  T y p i c a l   b u t  

n o n - l i m i t i n g   e x a m p l e s   a r e   d i e t h y l   a l u m i n u m   c h l o r i d e ,   a l u m i -  

num  t r i e t h y l ,   d i e t h y l a l u m i n u m   b r o m i d e ,   d i e t h y l a l u m i n u m   i o d i d e ,  

d i e t h y l a l u m i n u m   b e n z o a t e ,   d i i s o b u t y l a l u m i n u m   h y d r i d e ,   d i o c t y l -  

a l u m i n u m   c h l o r i d e ,   d i e t h y l g a l l i u m   b u t o x i d e ,   d i e t h y l i n d i u m  

n e o d e c a n o a t e ,   t r i e t h y l i n d i u m ,   d i b e n z y l a l u m i n u m   c h l o r i d e   a n d  

m i x t u r e s   t h e r e o f .   M i x t u r e s   of   m e t a l   a l k y l   c o m p o u n d s   can  b e  

r e a d i l y   e m p l o y e d .   The  C2-C4  a l k y l   a l u m i n u m   c o m p o u n d s   a r e  

p r e f e r r e d   f o r   h i g h   s t e r e o s p e c i f i c i t y   and  the   d i a l k y l   a l u m i -  

num  c h l o r i d e s   a r e   mos t   p r e f e r r e d .  

The  m o n o - o r g a n o m a g n e s i u m   compound   has  the   g e n e r a l  

f o r m u l a   RMgX'  wherein  R  i s  

a  C3  to  C20  s e c o n d a r y   or  t e r t i a r y   a l k y l ,   c y c l o a l k y l ,   a r a l k y l  



or  a l k e n y l   g r o u p s .   X  i s  

an  a n i o n   w h i c h   c a n n o t   i n i t i a t e   p o l y m e r i z a t i o n   of  o l e f i n s ,  

s u c h   as  Cl,   Br ,   OR",  SR",  and  OOCR",  w h e r e i n   R"  i s  

a  C1  t o  C 2 0   a l k y l ,   b r a n c h e d   a l k y l ,  

c y c l o a l k y l ,   n a p h t h e n i c ,   a r y l ,   a r a l k y l ,   a l l y l   or  a l k e n y l  

g r o u p .   T y p i c a l ,   b u t   non  l i m i t i n g   e x a m p l e s   a r e   s - B u M g C l ,  

t - B u M g C l ,   s-BuMgOOCC6H5,  or  s -BuMgOC15H31,   a n d  m i x t u r e s  

t h e r e o f .   M i x t u r e s   of   o r g a n o m a g n e s i u m   c o m p o u n d s   can   b e  

r e a d i l y   e m p l o y e d .   The  m o s t   p r e f e r r e d   X ' g r o u p s   a r e   OR"  a n d  

OOCR"  and   t h e   mos t   p r e f e r r e d   R  g r o u p s   a r e   s e c o n d a r y   o r  

t e r t i a r y   a l k y l s .  

The  m o l a r   r a t i o   of   t h e   o r g a n o m a g n e s i u m   R M g X ' c o n -  

p o u n d   to  t h e   m e t a l   a l k y l   c o m p o u n d   (R'2MX  or  R'3M)  i s  

2 : 1   to  a b o u t   1 : 2 ,   m o s t   p r e f e r a b l y   a b o u t   1 : 1 .   The  n u m b e r   o f  

m o l e s   of  L e w i s   b a s e   can   v a r y   w i d e l y   b u t   i s   p r e f e r a b l y   e q u a l  

to  or   l e s s   t h a n   t h e   sum  of  t h e   m o l e s   of   t he   m e t a l   a l k y l   c o m -  

p o u n d   and   t h e   o r g a n o m a g n e s i u m   c o m p o u n d .   The  m o l a r   r a t i o   o f  

t h e   m e t a l   a l k y l   c o m p o u n d   or  t h e   o r g a n o m a g n e s i u m   c o m p o u n d   t o  

t h e   t r a n s i t i o n   m e t a l   c o m p o u n d   i s   l e s s   t h a n   2 0 0 : 1  

and   more   p r e f e r a b l y   l e s s   t h a n   1 0 0 : 1 .  

The  m e t a l   a l k y l   c o m p o u n d   (R'2MX  or   R'3M)  a n d  

o r g a n c m a g n e s i u m   c o m p o u n d   RMgX' can  be  a d d e d   s e p a r a t e l y   t o  

the   r e a c t o r   c o n t a i n i n g   t h e   t r a n s i t i o n   m e t a l   c o m p o u n d   b u t  

a r e   p r e f e r a b l y   p r e m i x e d   b e f o r e   a d d i t i o n   to  t h e   r e a c t o r .  

E m p l o y i n g   e i t h e r   t h e   m e t a l   a l k y l   c o m p o u n d   or  t h e   o r g a n o -  

m a g n e s i u m   c o m p o u n d   a l o n e   w i t h   t h e   t r a n s i t i o n   m e t a l   c o m p o u n d  

does   n o t   p r o v i d e   t h e   i m p r o v e d   c a t a l y s t   e f f i c i e n c y   and  s t e r e o -  

s p e c i f i c i t y   as  e n v i s i o n e d   in   t h i s   a p p l i c a t i o n .   In  o r d e r   t o  



a t t a i n   t h i s ,   i t   i s   n e c e s s a r y   to  e m p l o y   b o t h   t he   m e t a l   a l k y l  

c o m p o u n d   and  o r g a n o m a g n e s i u m   c o m p o u n d   in   c o m b i n a t i o n   w i t h  

t h e   t r a n s i t i o n   m e t a l   c o m p o u n d   in   t he   p r o p o r t i o n s   p r e v i o u s l y  

d e f i n e d .   The  c o n c e n t r a t i o n   of   t h e   t r a n s i t i o n   m e t a l   in   t h e  

p o l y m e r i z a t i o n   z o n e   i s   0 . 0 0 1   to  5mM,  p r e f e r a b l y   l e s s   t h a n  

0 . 1 m M .  

The  a d v a n t a g e s   of   t h e   u n i q u e   and  n o v e l   c a t a l y s t  

s y s t e m   and  t h e   n o v e l   p r o c e s s   f o r   t h e   a l p h a   o l e f i n   p o l y m e r i -  

z a t i o n s   of  t h e   p r e s e n t   i n v e n t i o n   can  be  more   r e a d i l y  

a p p r e c i a t e d   by  r e f e r e n c e   to  t h e   f o l l o w i n g   e x a m p l e s   and  t a b l e s .  

EXAMPLE  1 

An  a l u m i n u m   a l k y l   c o m p o u n d   c o n t a i n i n g   b o t h   s e c -  

b u t y l   and  e t h y l  g r o u p s   was  p r e p a r e d   by  m i x i n g   e q u i m o l a r  

a m o u n t s   of   ( s e c - b u t y l ) 2 M g · 0 . 1 6   E t 2 0   and   e t h y l   a l u m i n u m  d i -  

c h l o r i d e   in   h e p t a n e ,   h e a t i n g   to  6 5 ° C . ,   15  m i n . ,   s e p a r a t i n g  

t h e   m a g n e s i u m   c h l o r i d e   s o l i d s   and   v a c u u m   s t r i p p i n g   t h e   c l e a r  

s o l u t i o n .   NMR  a n a l y s i s   i n d i c a t e d   t h e   c o m p o s i t i o n   s B u 2 A l E t ·  

0 . 4 5 E t 2 O .   M e t a l s   a n a l y s i s   s h o w e d   t h a t   o n l y   0 .50%  Mg  w a s  

p r e s e n t   in   t h i s   f r a c t i o n .  

The  a b o v e   l i q u i d   a l k y l   a l u m i n u m   c o m p o u n d   ( 0 . 2   g )  

was  u s e d   as  c o c a t a l y s t   w i t h   0 . 2   g  c a t a l y s t   p r e p a r e d   b y  

r e a c t i n g   a n h y d r o u s   MgCl2  (5  m o l e s )   w i t h   T i C l 4 · C 6 H 5 C O O E t  

(1  m o l e )   in   a  b a l l   m i l l   4  d a y s ,   f o l l o w e d   by  a  n e a t   T i C l 4  

t r e a t   a t   8 0 ° C . ,   2  h o u r s ,   w a s h e d   w i t h   h e p t a n e   and  v a c u u m  

d r i e d .   The  c a t a l y s t   c o n t a i n e d   2 .68%  T i .   P r o p y l e n e   w a s  

p o l y m e r i z e d   in   500  ml  n - h e p t a n e   a t   6 5 ° C . ,   1  h o u r   a t   7 6 5 -  

770mm.  P o l y m e r i z a t i o n   r a t e   was  130  g / g  c a t a l y s t / h o u r   a n d  



t h e   p o l y m e r   i n s o l u b l e   in   b o i l i n g   h e p t a n e  =   9 7 . 6 % .  

EXAMPLE  2 

T h r e e   a l k y l   a l u m i n u m   c o m p o u n d s   c o n t a i n i n g   s e c - b u t y l  

g r o u p s   w e r e   p r e p a r e d   by  r e a c t i n g   t h e   p r o p e r   s t o i c h i o m e t r i c  

a m o u n t s   of  s e c - b u t y l   l i t h i u m   in   h e p t a n e   w i t h   e i t h e r   e t h y l  

a l u m i n u m   d i c h l o r i d e   or   d i e t h y l a l u m i n u m   c h l o r i d e ,   h e a t i n g   t o  

b o i l i n g ,   f i l t e r i n g   the   i n s o l u b l e   T iCl9   and  v a c u u m   s t r i p p i n g  

t he   c l e a r   s o l u t i o n s .   N e a r l y   t h e o r e t i c a l   y i e l d s   w e r e  

o b t a i n e d   of  s - B u E t A l C l   (A),   s - B u 2 E t A l   (B)  and  s - B u E t 2 A l  ( C ) .  

C o m p o s i t i o n s   w e r e   e s t a b l i s h e d   by  1H  and  13C  NMR  and  by  G . C .  

a n a l y s i s   of   t h e   a l k y l   f r a g m e n t s .  

P o l y m e r i z a t i o n s   w e r e   c a r r i e d   ou t   as  in   E x a m p l e   1  

u s i n g   1  mmole  a l u m i n u m   a l k y l   c o m p o u n d   and  0 . 2   g  of  t h e  

s u p p o r t e d   T i C l 4   c a t a l y s t .   The  r e s u l t s   s u m m a r i z e d   in  T a b l e  

I  a r e   c o m p a r e d   to  t h o s e   o b t a i n e d   u s i n g   t he   c o n t r o l   e t h y l  

a l u m i n u m   c o m p o u n d s .   In  a l l   t h r e e   r u n s   w i t h   s e c - b u t y l   a l k y l s ,  

b o t h   a c t i v i t y   and  s t e r e o s p e c i f i c i t y   ( h e p t a n e   i n s o l u b l e s )  

w e r e   h i g h e r   t h a n   t h o s e   o b t a i n e d   w i t h   t h e   c o n v e n t i o n a l   e t h y l  

a l u m i n u m   c o m p o u n d s .   The  t r i a l k y l s   w e r e   f a r   s u p e r i o r   to  t h e  

d i a l k y l   a l u m i n u m   c h l o r i d e s   and  t h e   d i - s e c - b u t y l   a l u m i n u m  

e t h y l   was  c l e a r l y   s u p e r i o r   to  t h e   m o n o - s e c - b u t y l   a l u m i n u m  

d i e t h y l   c o m p o u n d .  



EXAMPLE  3 

S e c - p e n t y l   a l u m i n u m   d i i s o b u t y l   was  p r e p a r e d   b y  

r e a c t i n g   1 9 . 5 7   g  i - B u 2 A l H   w i t h   75  ml  p e n t e n e - 2   in   a  g l a s s  

l i n e d   300  cc  bomb  a t   1 3 5 - 1 4 0 ° C .   f o r   16  h o u r s ,   t h e n   1 5 0 ° C .  

f o r   7  h o u r s .   The  s o l u t i o n   was  v a c u u m   s t r i p p e d   a t   2 5 ° C . ,  

y i e l d i n g   2 8 . 1   g  of   t h e   n e a t   s e c - p e n t y l   a l u m i n u m   c o m p o u n d .  

P r o p y l e n e   was  p o l y m e r i z e d   as  in   E x a m p l e   2  u s i n g  

0 . 2 1 2   g  (1  mmole)   s e c - p e n t y l   a l u m i n u m   d i i s o b u t y l   as  c o c a t a -  

l y s t .   P o l y m e r i z a t i o n   r a t e   was  383  g / g   C a t / h r   and %.  H I  -  

9 2 . 7 .   C o m p a r i s o n   w i t h   A l E t 3   c o n t r o l   (Ex .   2, ,   Run  C)  s h o w s  

t h a t   t h e   s e c - p e n t y l   a l u m i n u m   c o m p o u n d   gave   s u b s t a n t i a l  

i m p r o v e m e n t ,   p a r t i c u l a r l y   in   s t e r e o s p e c i f i c i t y .  

EXAMPLE  4  

The  a l k y l   m e t a l   c o c a t a l y s t s   of   t h e   i n v e n t i o n   a r e  

p a r t i c u l a r l y   a d v a n t a g e o u s   in   h a v i n g   a  much  s m a l l e r   e f f e c t  

of  c o n c e n t r a t i o n   ( o r   a l k y l   m e t a l / T i )   on  s t e r e o s p e c i f i c i t y ,  

t h e r e b y   s i m p l i f y i n g   p l a n t   o p e r a t i o n   and  p e r m i t t i n g   b e t t e r  

c o n t r o l   of   p r o d u c t   q u a l i t y .   The  r e s u l t s   a r e   s u m m a r i z e d   i n  

T a b l e   I I   f o r   d i - s e c - b u t y l   a l u m i n u m   e t h y l   in  c o n t r a s t   t o  

A l E t 3   u s i n g   t h e   p r o p y l e n e   p o l y m e r i z a t i o n   p r o c e d u r e   o f  

E x a m p l e   2 .  



The  a b o v e   e x a m p l e s   i l l u s t r a t e   t h a t   t r i a l k y l  

a l u m i n u m   c o m p o u n d s   c o n t a i n i n g   a t   l e a s t   one  s e c o n d a r y   a l k y l  

g r o u p   a r e   s u p e r i o r   c o c a t a l y s t s   in   Z i e g l e r   t y p e   p o l y m e r i z a -  

t i o n s   of   a l p h a   o l e f i n s   and  t h a t   d i - s e c o n d a r y   a l k y l   a l u m i n u m  

c o m p o u n d s   a r e   p r e f e r r e d .  

EXAMPLE  5 

V a r i o u s   s e c o n d a r y   n o r b o r n y l   a l u m i n u m   n - a l k y l  

c o m p o u n d s   w e r e   p r e p a r e d   by  r e a c t i n g   t h e   s t o i c h i o m e t r i c   p r o -  

p o r t i o n s   of   a  n o r b o r n e n e   c o m p o u n d   w i t h   e i t h e r   i - B u 2 A l H   o r  

A l E t 3   a t   e l e v a t e d   t e m p e r a t u r e s   and  r e m o v i n g   u n r e a c t e d  

m a t e r i a l s   by  v a c u u m   s t r i p p i n g .   S t r u c t u r e s   w e r e   shown  b y  

1H  a n d  1 3 C   NMR  to  be  t h e   e x p e c t e d   a d d i t i o n  p r o d u c t s   of   A l - H  

or   A l - E t   a c r o s s   t h e   n o r b o r n e n e   d o u b l e   b o n d .   T h e s e   mono  a n d  

d i - s e c o n d a r y   a l k y l   a l u m i n u m   c o m p o u n d s   w e r e   u s e d   in   p r o p y l e n e  

p o l y m e r i z a t i o n   f o l l o w i n g   t h e   p r o c e d u r e   o f   E x a m p l e   2 .  

C o m p a r i s o n   w i t h   t h e   A l E t 3   c o n t r o l   (Run  C,  E x a m p l e  

2 )   shows  t h a t   a l l   of   t h e   s e c o n d a r y   n o r b o r n y l   a l u m i n u m  

a l k y l s   g a v e   m a r k e d l y   h i g h e r   h e p t a n e   i n s o l u b l e s   w h i l e   r e t a i n -  

i n g   h i g h   a c t i v i t y .  



EXAMPLE  6 

S e c - a k y l   a l u m i n u m   h y d r i d e s   a l s o   g i v e   i m p r o v e d  

r e s u l t s   c o m p a r e d   to  t h e   c l o s e l y   r e l a t e d   p r i m a r y   a l k y l  

a l u m i n u m   h y d r i d e   ( i - B u 2 A I H ) ,   f o l l o w i n g   the   p r o c e d u r e   o f  

E x a m p l e   2 .  

Run  0  u s i n g   s e c - b u t y l   g r o u p s   gave   h i g h e r   a c t i v i t y  

and   s t e r e o s p e c i f i c i t y   t h a n   Run  N  u s i n g   the   c l o s e l y   r e l a t e d ,  

b u t   p r i m a r y ,   i s o b u t y l   g r o u p s .   I m p r o v e d   r e s u l t s   a r e   a l s o  

s e e n   v e r s u s   t h e   A l E t 3   c o n t r o l   u s i n g   t h e   same  s u p p o r t e d  

t i t a n i u m   c a t a l y s t   ( E x a m p l e   2,  Run  C ) .  

Runs  R  a n d   S  show  s u b s t a n t i a l l y   h i g h e r   h e p t a n e  

i n s o l u b l e s   u s i n g   two  d i f f e r e n t   s e c - b u t y l   a l u m i n u m   h y d r i d e s  

c o m p a r e d   to  c o n t r o l   Runs  P  and  Q  u s i n g   A l E t 3   and  i B u 3 A l   w i t h  

t he   same  c a t a l y s t .  



EXAMPLE 7 

The  p r o c e d u r e   of   E x a m p l e   2  was  f o l l o w e d   e x c e p t  

t h a t   v a r i o u s   L e w i s   b a s e s   w e r e   m i x e d   w i t h   t h e   a l u m i n u m   a l k y l  

s o l u t i o n   b e f o r e   c h a r g i n g   to  t h e   r e a c t o r .  

The  i m p r o v e d   s t e r e o s p e c i f i c i t i e s   o b t a i n e d   w i t h   t h e  

c o c a t a l y s t s   of   t h i s   i n v e n t i o n   a r e   f u r t h e r   i n c r e a s e d   by  t h e  

a d d i t i o n   o f   L e w i s   b a s e s   (Runs   U-AA  v e r s u s   c o n t r o l   Runs  T  a n d  

E x a m p l e   2,  Run  C) .   At  t h e   h i g h e r   a m o u n t s   of   b a s e ,   97-98%  H I  

was  o b t a i n e d ,   w h i c h   i s   s u f f i c i e n t l y   h i g h   to  e l i m i n a t e   t h e  

n e e d   f o r   r e j e c t i o n   o f   a t a c t i c   p o l y m e r   and   g r e a t l y   s i m p l i f y  

t h e   p r o c e s s .   A c t i v i t y   i s   d e c r e a s e d   s o m e w h a t ,   b u t   i t   i s   s t i l l  

3-5  t i m e s   t h a t   of  t h e   E t 2 A l C l / T i C l 3 · 0 . 3 3 A l C l 3   c o m m e r c i a l  

c a t a l y s t   ( r a t e  -   20,  H I  -   9 3 ) .   At  s o m e w h a t   l o w e r   b a s e  

c o n c e n t r a t i o n s ,   a c t i v i t y   i s   1 0 - 2 0   t i m e s   h i g h e r   t h a n   t h e  

c c m m e r c i a l   c a t a l y s t   w h i l e   s t i l l   a c h i e v i n g   1-2%  h i g h e r  

h e p t a n e   i n s o l u b l e s .  



EXAMPLE  8 

F o l l o w i n g   t h e   p r o c e d u r e s   of  E x a m p l e   2  and  E x a m p l e  

7,  i m p r o v e d   s t e r e o s p e c i f i c i t y   i s   a l s o   o b t a i n e d   u s i n g  

t - B u 2 I n E t   c o c a t a l y s t .  

EXAMPLE  9 

The  p r o c e d u r e   of   E x a m p l e   6,  Runs  P-S  was  f o l l o w e d  

e x c e p t   t h a t   9 - i - B u - 9 - a l u m i n o - 3 , 3 , l - b i c y c l o n o n a n e   was  u s e d  

as  c o c a t a l y s t .   P o l y m e r i z a t i o n   r a t e  =   9 7 . 5   g / g   c a t a l y s t / h o u r ;  

H I  -   8 5 . 1 % .  

EXAMPLE  10  

The  p r o c e d u r e   of  E x a m p l e   9  was  f o l l o w e d   e x c e p t  

t h a t   t - B u 2 A l   ( n - o c t y l )   was  u s e d   as  c o c a t a l y s t .   The  r a t e  

was  212  g / g   c a t a l y s t / h o u r ;   H I  -   9 3 . 0 % .  

EXAMPLE  11  

P o l y m e r i z a t i o n s   w e r e   c a r r i e d   ou t   in   a  1  l i t e r  

b a f f l e d   r e s i n   f l a s k   f i t t e d   w i t h   an  e f f i c i e n t   r e f l u x   c o n -  

d e n s e r   and  a  h i g h   s p e e d   s t i r r e r .   In  a  s t a n d a r d   p r o c e d u r e  

f o r   p r o p y l e n e   p o l y m e r i z a t i o n s ,   475  ml  n - h e p t a n e   ( < 1   ppm 

w a t e r )   c o n t a i n i n g   10  mmole  E t 2 A l C l   ( 1 . 2 0   g ) ,   or  t he   m i x t u r e  

of   c o c a t a l y s t s ,   was  c h a r g e d   to  t he   r e a c t o r   u n d e r   dry   N 2 ,  

h e a t e d   to  r e a c t i o n   t e m p e r a t u r e   ( 6 5 ° C . )   and  s a t u r a t e d   w i t h  

p u r e   p r o p y l e n e   a t   765  mm  p r e s s u r e .   The  T i C l 3   ( 1 . 0 0   g)  ( 6 . 5  

mmole)   was  c h a r g e d   to  a  c a t a l y s t   t u b e   c o n t a i n i n g   a  s t o p c o c k  

and  a  r u b b e r   s e p t u m   c a p .   P o l y m e r i z a t i o n   s t a r t e d   when  t h e  

T i C l 3   was  r i n s e d  i n t o   t h e   r e a c t o r   w i t h   25  ml  n - h e p t a n e   f r o m  

a  s y r i n g e .   P r o p y l e n e   f e e d   r a t e   was  a d j u s t e d   to  m a i n t a i n   a n  

e x i t   gas  r a t e   of   2 0 0 - 5 0 0   c c / m i n   at   a  p r e s s u r e   of  765  mm. 

A f t e r   one  h o u r   a t   t e m p e r a t u r e   and  p r e s s u r e ;   t h e   r e a c t o r  



s l u r r y   was  p o u r e d   i n t o   one  l i t e r   i s o p r o p y l   a l c o h o l ,   s t i r r e d  

2-4  h o u r s ,   f i l t e r e d ,   w a s h e d   w i t h   a l c o h o l   and  v a c u u m   d r i e d .  

The  T i C l 3   was  p r e p a r e d   by  r e d u c t i o n   of  T i C l 4   w i t h  

E t 2 A l C l   f o l l o w e d   by  t r e a t m e n t   w i t h   d i i s o p o n t y l   e t h e r   a n d  

T i C l 4   u n d e r   c o n t r o l l e d   c o n d i t i o n s ,   y i e l d i n g   a  h i g h   s u r f a c e  

a r e a   d e l t a   T i C l 3   h a v i n g   low  a l u m i n u m   c o n t e n t .  

The  s e c - b u t y l   m a g n e s i u m   in   Runs  B,  D  and   E  w a s  

o b t a i n e d   f rom  O r g m e t   and  c o n t a i n e d   72%  non  v o l a t i l e   m a t e r i a l  

in   e x c e s s   of  t h e   s -Bu2Mg  d e t e r m i n e d   by  t i t r a t i o n .   IR,  NMR 

and  GC  a n a l y s e s   s h o w e d   t h e   p r e s e n c e   of   b u t o x i d e   g r o u p s   a n d  

0 . 0 7   m o l e   d i e t h y l   e t h e r   pe r   s -Bu2Mg.   A  s e c o n d   s a m p l e   o f  

( s - B u ) 2 M g   was  u s e d   in   Runs  G  and  I .   I t   was  s u b s t a n t i a l l y  

p u r e   s-Bu2Mg  b u t   c o n t a i n e d   0 . 3 3   mo le   d i e t h y l   e t h e r   p e r  

s-Bu2Mg  ( T a b l e   V I ) .  





C o m p a r i s o n   of   Runs  B,  D,  E,  G  and  I  w i t h   t h e i r  

r e s p e c t i v e   c o n t r o l   r u n s   A,  C,  F  and   H  shows  t h a t   e a c h   t y p e  

of   T i C l 3   c a t a l y s t   t h e   n o v e l   c o c a t a l y s t   c o m b i n a t i o n   g a v e   2 - 1 0  

t i m e s   h i g h e r   a c t i v i t y   t h a n   t h e   c u s t o m a r y   E t 2 A l C l   c o c a t a l y s t .  

The  p e r c e n t   h e p t a n e   i n s o l u b l e s   (%  HI)  d e c r e a s e d  

s u b s t a n t i a l l y   u s i n g   t h e   new  c o c a t a l y s t s .   T h u s ,   t h e s e   h i g h  

a c t i v i t y   c a t a l y s t s   a r e   a t t r a c t i v e   f o r   m a k i n g   low  c r y s t a l -  

l i n i t y   h o m o p o l y m e r s   of   p r o p y l e n e   and  h i g h e r   a l p h a   o l e f i n s .  

They  a r e   p a r t i c u l a r l y   a t t r a c t i v e   f o r   m a k i n g   t h e r m o e l a s t i c  

p o l y m e r s   and  a m o r p h o u s   c o p o l y m e r s   and   t e r p o l y m e r s   f o r   e l a s -  

t o m e r s .  

EXAMPLE  1 2  

A  t i t a n i u m   c a t a l y s t   c o n t a i n i n g   MgCl2  was  p r e p a r e d  

by  d ry   b a l l   m i l l i n g   4  d a y s   a  m i x t u r e   of   a n h y d r o u s   M g C l 2  

(1  m o l e ) ,   T i C l 4   (1  m o l e )   and   δ - T i C l 3   ( 0 . 1   m o l e ) .   P r o p y l e n e  

was  p o l y m e r i z e d   u s i n g   t h e   c o n d i t i o n s   in   E x a m p l e   11,  Run  B 

and   t h e   q u a n t i t i e s   shown  in   T a b l e   V I I .   A c t i v i t y   w i t h   t h e  

c o c a t a l y s t s   of   t h i s   i n v e n t i o n   (Run  L)  was  i n t e r m e d i a t e  

b e t w e e n   t h o s e   of   t h e   A l E t 3   and   A l E t 2 C l   c o n t r o l s   (Runs   J  a n d  

K),  b u t   t h e   s t e r e o s p e c i f i c i t y   as  shown  by  %  HI  was  m u c h  

h i g h e r   t h a n   t h e   c o n t r o l s .   The  l a r g e   i n c r e a s e   in   %  H I  

o b t a i n e d   w i t h   t h i s   M g C l 2 - c o n t a i n i n g   c a t a l y s t   i s   in   c o n t r a s t  

to  t h e   r e s u l t s   in   E x a m p l e   1  u s i n g   T i C l 3   c a t a l y s t s   in   w h i c h  

a c t i v i t y   i n c r e a s e d   s h a r p l y   b u t   %  HI  d e c r e a s e d .  



EXAMPLE  13  

A  t i t a n i u m   c a t a l y s t   was  p r e p a r e d   by  dry   b a l l  

m i l l i n g   4  days   a  m i x t u r e   of   5  MgCl2,   1  T i C l 4   and  1  e t h y l  

b e n z o a t e ,   h e a t i n g   a  s l u r r y   of  t h e   s o l i d s   in  n e a t   T i C l 4  2  

h o u r s   a t   8 0 ° C . ,   w a s h i n g   w i t h   n - h e p t a n e   and  vacuum  d r y i n g .  

The  c a t a l y s t   c o n t a i n e d   3.78%  T i .  

P r o p y l e n e   was  p o l y m e r i z e d   f o l l o w i n g   t h e   p r o c e d u r e  

of   E x a m p l e   11,  Run  B  e x c e p t   t h a t   s u p p o r t e d   c a t a l y s t   w a s  

u s e d .   As  shown  in  T a b l e   V I I I ,   a l l   t h e   c o n t r o l   r u n s   (M 

t h r o u g h   S)  g a v e   s u b s t a n t i a l l y   l o w e r   a c t i v i t y   a n d / o r  %   H I  

t h a n   t h e   A l E t C l 2   +  s -Bu2Mg  c o m b i n a t i o n   (Run  T)  or  A l C l 3   +  

s-Bu2Mg  (Run  U ) .  

I f   t h e   new  c o c a t a l y s r s   s i m p l y   r e a c t e d   as  t h e  

s e p a r a t e   a l k y l   m e t a l   c o m p o u n d s ,   t h e   r e s u l t s   s h o u l d   h a v e  

b e e n   l i k e  R u n s   M  +  Q.  I f   t h e   new  c o c a t a l y s t s   s i m p l y  

r e a c t e d   a c c o r d i n g   to  t h e   e q u a t i o n :   A l R C l 1   +  R2Mg 

A l R 2 C l   +  RMgCl,  t h e n   t h e   r e s u l t s   s h o u l d   h a v e   b e e n   l i k e   R u n s  

N +  P.  H o w e v e r ,   t h e   r e s u l t s   in   Run  T  and  U  a r e   d r a m a t i c a l l y  

b e t t e r ,   s h o w i n g   t h e   c o m p l e t e l y   u n e x p e c t e d   f o r m a t i o n   o f  

R2AlR '   as  p r e v i o u s l y  d e f i n e d .  

A  much  s m a l l e r   s y n e r g i s t i c   e f f e c t   was  o b t a i n e d   b y  

c o m b i n i n g   A l E t 2 C l   +  s-Bu2Mg  (Run  S) ,   b u t   t h e   r e s u l t s   w e r e  

p o o r e r   t h a n   t h o s e   o b t a i n e d   w i t h   A I E t 3 .   C o m b i n i n g   s - B u 2 M g  

w i t h   A l E t 3   (Run  R)  d e s t r o y e d   the   a c t i v i t y   shown  by  A l E t 3  

a l o n e   (Run  0 ) .   Thus ,   t he   o u t s t a n d i n g   r e s u l t s   we re   o b t a i n e d  

o n l y   when  R2Mg  was  c o m b i n e d   w i t h   RAlCl2   or   A l C l 3 .  





EXAMPLE  1 4  

The  p r o c e d u r e   of  E x a m p l e   13  was  f o l l o w e d   u s i n g  

0 . 2 g   of  t h e   s u p p o r t e d   T i C l 4   c a t a l y s t   t o g e t h e r   w i t h   ( s - B u ) 2 M g  

and  va r ious   a l u m i n u m   c o m p o u n d s .  





C o m p a r i s o n   of  Runs  V,  W and   X  shows  t h a t   t h e  

h i g h e s t   %  HI  i s   o b t a i n e d   a t   a p p r o x i m a t e l y   e q u i m o l a r   a m o u n t s  

of  R A l C l 2   and  RZMg  (Run  V),  t h a t   a  l a r g e   e x c e s s   of  RAlCl2   i s  

u n d e s i r a b l e   (Run  W)  and  t h a t   a  s m a l l   e x c e s s   of  F2Mg  i n c r e a s c s  

a c t i v i t y   (Run  X) .   A c t i v i t y   a l s o   i n c r e a s e d   upon  a d d i t i o n   o f  

A l E t 2 C l   to  t h e   A l E t C l 2 - ( s - B u ) 2 M g   s y s t e m   (r.un  Z ) .   The  r e -  

m a i n d e r   of   t h e   e x p e r i m e n t s   show  t h a t   t he   d i b r o m i d e   may  b e  

u s e d   in   p l a c e   of  d i c h l o r i d e   (Run  AA),  t h a t   l o n g   c h a i n   a l k y l  

a l u m i n u m   c c m p o u n d s   a r e   v e r y   e f f e c t i v e   (Run  BB),  b u t   t h a t  

d i a l k y l   a m i d e   g r o u p s   on  t he   a l u m i n u m   c o m p o u n d   d e s t r o y  

c a t a l y s t   a c t i v i t y   (Runs   CC  and  D D ) .  

EXAMPLE  15 

The  p r o c e d u r e   of  E x a m p l e   13,  Run  T  was  f o l l o w e d  

e x c e p t   t h a t   L e w i s   b a s e s   w e r e   a l s o   a d d e d   to  t h e   A l E t C l 2 -  

( s - B u ) 2 M g   c o c a t a l y s t s .  

A d d i t i o n   of  L e w i s   b a s e s   c a u s e s   a  d e c r e a s e   i n  

c a t a l y s t   a c t i v i t y   u n t i l   i t   b e c o m e s   z e r o   a t   a  mole   r a t i o  

of   one  s t r o n g   b a s e   pe r   mole   of  RAlCl2   +  R2Mg  ( T a b l e   X ) .  





As  shown  in  Run  EE,  s m a l l   q u a n t i t i e s   of   L e w i s  

b a s e   a r e   e f f e c t i v e   in   i m p r o v i n g   i s o t a c t i c i t y   ( 94 .3%  HI  v s .  

9 1 . 9   in   Run  T)  w h i l e   m a i n t a i n i n g   h i g h   a c t i v i t y   ( n e a r l y   9 

t i m e s   t h e   c o n v e n t i o n a l   A l E t 2 C l / T i C l 3 · 0 . 3 3   A l C l 3   c a t a l y s t ,  

E x a m p l e   11,  Run  H ) .  

EXAMPLE  16  

The  p r o c e d u r e   of  E x a m p l e   13,  Run  T  was  f o l l o w e d  

e x c e p t   t h a t   x y l e n e   d i l u e n t   was  u s e d   f o r   p o l y m e r i z a t i o n   i n -  

s t e a d   of   n - h e p t a n e .   A c t i v i t y   was  676  g /g   C a t / h r   and  t h e  

p o l y m e r   g a v e   90.9%  h e p t a n e   i n s o l u b l e s .   The  p o l y m e r   w a s  

p r e c i p i t a t e d   w i t h   1  l i t e r   i s o p r o p y l   a l c o h o l ,   f i l t e r e d ,   d r i e d  

and  a n a l y z e d  f o r   m e t a l s .   F o u n d   13  ppm  Ti  and  83  p p m  M g .  

Thus   a t   h i g h   monomer   c o n c e n t r a t i o n   and  l o n g e r   p o l y m e r i z a t i o n  

t i m e s   t h e   h i g h   e f f i c i e n c y   w o u l d   y i e l d   v e r y   low  c a t a l y s t  

r e s i d u e s   w i t h o u t   d e a s h i n g .  

EXAMPLE  17  

The  p r o c e d u r e   of   E x a m p l e   13,  Run  T  was  f o l l o w e d  

e x c e p t   t h a t   p o l y m e r i z a t i o n   was  c a r r i e d   out   a t   50°C .   and  8 0 ° C .  

B o t h   p o l y m e r i z a t i o n   r a t e   and  %  HI  d e c r e a s e d   w i t h   i n c r e a s i n g  

t e m p e r a t u r e ,   w i t h   t h e   l a r g e s t   d e c r e a s e   t a k i n g   p l a c e   a b o v e  

65°C .   ( T a b l e   X I ) .  

EXAMPLE  18  

P r o p y l e n e   was  p o l y m e r i z e d   a t   390  kPa  p r e s s u r e   i n  



a  s t i r r e d   a u t o c l a v e   a t   50°C,   1  h o u r .  A   s e c o n d   p r e p a r a t i o n  

of  M g C l 2 - c o n t a i n z n g   T i C l 4   c a t a l y s t   (2 .68%  T i ) ,   made  as  i n  

E x a m p l e   13  e x c e p t   t h a t   T i C l 4 - e t h y l b e n z o a t e   c o m p l e x   w a s  

p r e f o r m e d ,   was  u s e d   in   c o m b i n a t i o n   w i t h   A l R C l 2 - R 2 M g .   H i g h  

s t e r e o s p e c i f i c i t y   was  o b t a i n e d   a t   h i g h   r a t e s   and  c a t a l y s t  

e f f i c i e n c i e s   ( T a b l e   X I I ) .  

EXAMPLE  19  

The  p r o c e d u r e   of   E x a m p l e   13,  Run  T  was  f o l l o w e d  

e x c e p t   t h a t   t h e   c a t a l y s t   of   E x a m p l e   18  was  u s e d   and   1  m m o l e  

d i - n - h e x y l   m a g n e s i u m   was  u s e d   i n s t e a d   of   0 . 8 3   m m o l e  

( s - B u ) 2 M g .   The  ( n - h e x y l ) 2 M g   in  S o l t r o l   No  10  was  o b t a i n e d  

f rom  E t h y l   C o r p o r a t i o n   ( L o t   No.  B R - 5 1 6 ) .   P o l y m e r i z a t i o n  

r a t e   was  551  g / g   C a t / h r   b u t   t h e   p o l y m e r   gave   76.9%  HI  w h i c h  

i s   u n a c c e p t a b l e .   Thus  n - a l k y l   m a g n e s i u m   c o m p o u n d s   do  n o t  

y i e l d   t h e   h i g h   s t e r e o s p e c i f i c i t y   of   t h e   s e c o n d a r y   and  t e r -  

t i a r y   a l k y l   c o m p o u n d s   of  t h i s   i n v e n t i o n .  

EXAMPLE  2 0  

The  p r o c e d u r e   of   E x a m p l e   15  Run  EE  was  f o l l o w e d  

e x c e p t   t h a t   a  new  p u r e   s a m p l e   of  ( s e c - B u ) 2 M g   was  u s e d   w i t h  

0 . 3 3   mo le   d i e t h y l   e t h e r   i n s t e a d   of   e t h y l   b e n z o a t e   and  t h e  

r e a c t i o n   t i m e   was  1  h r .   R a t e   was  268  g / g   C a t / h r   and  %  HI  =  

9 2 . 2 .  



EXAMPLE  21  

A  c a t a l y s t   was  p r e p a r e d   by  dry  b a l l   m i l l i n g   4  d a y s  

a  m i x t u r e   of   10  MgCl2,   2  T i C l 4 ,   2  e t h y l b e n z o a t e   and  1  Mg 

p o w d e r ,   h e a t i n g   t h e   s o l i d s   in  n e a t   T i C l 4   2  h o u r s   a t   8 0 ° C . ,  

w a s h i n g   w i t h   n - h e p t a n e   and  v a c u u m   d r y i n g   (Ti   =  2 . 1 6 % ) .  

P r o p y l e n e   was  p o l y m e r i z e d   1  houn  a t   65°C.   a n d  

a t m o s p h e r i c   p r e s s u r e   u s i n g   0 . 2 0   g  of   t h i s   c a t a l y s t   u n d e r  

t h e   c o n d i t i o n s   of  E x a m p l e   13,  Run  T  e x c e p t   o n l y   0 .4   m n o l e  

( s - B u ) 2 M g   and  0 . 4   mmole  A l E t C l 2   was  u s e d .   R a t e   was  240  g / g  

C a t / h r   and  %  H I  =   9 3 . 9 .  

EXAMPLE  2 2  

A  c a t a l y s t   was  p r e p a r e d   by  dry   b a l l   m i l l i n g   1  d a y  

a  m i x t u r e   of  5  MgCl2  and   1  e t h y l b e n z o a t e ,   a d d i n g   1  T i C l 4  

and  m i l l i n g   an  a d d i t i o n a l   3  d a y s ,   t h e n   t r e a t i n g   t h e   s o l i d s  

w i t h   n e a t   T i C l 4   2  h o u r s   a t   8 0 ° C . ,   w a s h i n g   w i t h   n - h e p t a n e   a n d  

v a c u u m   d r y i n g   ( 3 . 4 4   %  T i ) .  

P r o p y l e n e   was  p o l y m e r i z e d   f o l l o w i n g   t h e   p r o c e d u r e  

of  E x a m p l e   13,  Run  T,  e x c e p t   t h a t   1  mmole  ( s - B u ) 2 M g   was  u s e d  

i n s t e a d   of  0 . 8 3   mmole .   R a t e   was  298  g /g   C a t / h r   and  %  H I  

8 9 .  

EXAMPLE  2 3  

F o l l o w i n g   t he   p r o c e d u r e   in   Example   18,  two  c a t a -  

l y s t s   w e r e   made  a t   d i f f e r e n t   M g / T i   r a t i o s .   C a t a l y s t   A  w a s  

made  w i t h   1  MgCl2  +  1  T i C l 4 - e t h y l b e n z o a t e   and  B  (2 .10%  T i )  

was  made  w i t h   10  MgCl2  +  1  T i C l 4 - e t h y l b e n z o a t e   c o m p l e x .  

P r o p y l e n e   was  p o l y m e r i z e d   f o l l o w i n g   t h e   p r o c e d u r e   of  E x a m p l e  

13,  Run  T  ( T a b l e   X I I I ) .  



T h e s e   r e s u l t s   show  t h a t   t h e   1 :1   and  1 0 : 1   M g C l 2 :  

T i C l 4   c a t a l y s t   p r e p a r a t i o n s   w e r e   n o t   as  e f f e c t i v e   as  t h e  

5 : 1   p r e p a r a t i o n s   in   p r e c e d i n g   e x a m p l e s .  

EXAMPLE  2 4  

P o l y m e r i z a t i o n s   w e r e   c a r r i e d   o u t   in   a  1  l i t e r  

b a f f l e d   r e s i n   f l a s k   f i t t e d   w i t h   a  r e f l u x   c o n d e n s e r   a n d  

s t i r r e r .   In   a  s t a n d a r d   p r o c e d u r e   f o r   p r o p y l e n e   p o l y m e r i z a -  

t i o n s ,   475  ml  n - h e p t a n e   ( <  1   ppm  w a t e r )   c o n t a i n i n g   t h e   a l k y l  

m e t a l   c o c a t a l y s t s   was  c h a r g e d   to  t h e   r e a c t o r   u n d e r   N 2 ,  

h e a t e d   to  r e a c t i o n   t e m p e r a t u r e   ( 6 5 ° C . )   w h i l e   s a t u r a t i n g   w i t h  

p r o p y l e n e   a t   765  mm  p r e s s u r e .   The  p o w d e r e d   t r a n s i t i o n   m e t a l  

c a t a l y s t   was  c h a r g e d   to  a  c a t a l y s t   t u b e   s u c h   t h a t   i t   c o u l d  

be  r i n s e d   i n t o   t h e   r e a c t o r   w i t h   25  ml  n - h e p t a n e   f rom  a  

s y r i n g e .   The  p r o p y l e n e   f e e d   r a t e   was  a d j u s t e d   to  m a i n t a i n  

an  e x i t   gas   r a t e   of   2 0 0 - 5 0 0   c c / m i n .   A f t e r   one  h o u r   a t   t e m p -  

e r a t u r e   and  p r e s s u r e ,   t h e   r e a c t o r   s l u r r y   was  p o u r e d   i n t o   1 

l i t e r   i s o p r o p y l   a l c o h o l ,   s t i r r e d   2 -4   h o u r s ,   f i l t e r e d ,   w a s h e d  

w i t h   a l c o h o l   and  v a c u u m   d r i e d .  

A  t i t a n i u m   c a t a l y s t   s u p p o r t e d   on  MgCl2  was  p r e -  

p a r e d   by  c o m b i n i n g   5  MgCl2,   1  T i C l 4   and   1  e t h y l b e n z o a t e ,  

d ry   b a l l   m i l l i n g   4  d a y s ,   h e a t i n g   a  s l u r r y   of  t h e   s o l i d s   i n  



n e a t   T i C l 4   2  h o u r s   a t   8 0 ° C . ,   w a s h i n g   w i t h   n - h e p t a n e   a n d  

v a c u u m   d r y i n g .   The  c a t a l y s t   c o n t a i n e d   3 .78%  T i .   P o r t i c n s  

of   t h i s   c a t a l y s t   p r e p a r a t i o n   w e r e   u s e d   in   t he   e x p e r i m e n t s  

shown  in  T a b l e   XIV.  V a r i o u s   c o n t r o l   r u n s   a r e   shown  f o r  

c o m p a r i s o n   w i t h   t h e   c o c a t a l y s t s   of  t h i s   i n v e n t i o n   (Runs  A - F ) .  

The  s e c - b u t y l   m a g n e s i u m   was  o b t a i n e d   f rom  O r g m e t '  

and  c o n t a i n e d   72%.  non  v o l a t i l e   m a t e r i a l   in   e x c e s s   of  t h e  

s-Bu2Mg  d e t e r m i n e d   by  t i t r a t i o n .   IR,  NMR  and  GC  a n a l y s e s  

showed   t h e   p r e s e n c e   of   b u t o x i d e   g r o u p s   and  0 . 0 7   mole   d i -  

e t h y l   e t h e r   pe r   s - B u 2 M g .   The  v a r i o u s   s-BuMgX  c o m p o u n d s  

w e r e   p r e p a r e d   d i r e c t l y   by  r e a c t i n g   an  e q u i m o l a r   a m o u n t   o f  

ROH,  RSH,  RCOOH,  e t c .   w i t h   t h e   s - B u 2 M g .  





C o m p a r e d   to  t h e   c o n t r o l   r u n s ,   w h i c h   g a v e   e i t h e r  

low  a c t i v i t y   or  low  p e r c e n t   h e p t a n e   i n s o l u b l e s  ( %   H I ) ,   t h e  

new  c o c a t a l y s t   c o m b i n a t i o n s   gave   h i g h   a c t i v i t y   and  s t e r e o -  

s p e c i f i c i t y   ( > 9 0 %   H I ) .  

EXAMPLE 25 

A  s e c o n d   c a t a l y s t   p r e p a r a t i o n   2.68%  Ti  was  m a d e  

f o l l o w i n g   t h e   p r o c e d u r e   of   E x a m p l e   24  e x c e p t   t h a t   a  p r e -  

f o r m e d   1 :1   c o m p l e x   of  T i C l 4 · φ C O O E t   was  u s e d .   In  Runs  G  a n d  

H,  t h e   s - B u M g C l · E t 2 O   was  o b t a i n e d   by  v a c u u m   s t r i p p i n g   a n  

e t h e r   s o l u t i o n   of  t h e   G r i g n a r d   r e a g e n t .   In  Run  I,  t h e   n  +  

s  BuMgOOCC6H5  was  made  by  r e a c t i n g   p u r e   (n  +  s  Bu)2Mg  w i t h  

b e n z o i c   a c i d .   P r o p y l e n e   p o l y m e r i z a t i o n s   w e r e   c a r r i e d   o u t  

as  in   E x a m p l e   24  ( T a b l e   X V ) .  

Run  G  shows  t h a t   m o n o a l k y l   a l u m i n u m   c o m p o u n d s   a r e  

n o t   e f f e c t i v e   in   c o m b i n a t i o n   w i t h   t h e   m o n o - o r g a n o n a g n e s i u m  

c o m p o u n d s   in   t h i s   i n v e n t i o n .   In  c o n t r a s t ,   E x a m p l e   13,  R u n  

T,  shows  t h a t   s u c h   m o n o a l k y l   a l u m i n u m   c o m p o u n d s   a r e   p r e -  

f e r r e d   when  d i o r g a n o m a g n e s i u m   c o m p o u n d s   a r e   u s e d .  

Runs  H  and  I  show  t h a t   d i a l k y l   and  t r i a l k y l  

a l u m i n u m   c o m p o u n d s   a r e   r e q u i r e d   w i t h   m o n o a l k y l   m a g n e s i u m  

c o m p o u n d s .  



EXAMPLE  26  

P r o p y l e n e   was  p o l y m e r i z e d   a t   690  kPa  p r e s s u r e   i n  

a  1  l i t e r   s t i r r e d   a u t o c l a v e   a t   5 0 ° C .   f c r   1  h o u r   u s i n g   t h e  

s u p p o r t e d   T i C l 4   c a t a l y s t   of  E x a m p l e   25  ( T a b l e   XV).  The  Mg 

c o m p o u n d   was  made  as  in   E x a m p l e   24,  Run  A.  

C o m p a r i s o n   of   Runs   J  a n d  K   shows  t h a t   t h e   l o w e r  

a l k y l   m e t a l / c a t a l y s t   r a t i o   in   K  g a v e   h i g h e r   h e p t a n e   i n -  

s o l u b l e s .   Run  L  i n   x y l e n e   d i l u e n t   g a v e   h i g h e r   a c t i v i t y  

t h a n   K  i n   h e p t a n e .  

EXAMPLE  2 7  

The  p r o c e d u r e   of  E x a m p l e   25  was  f o l l o w e d   e x c e p t  

t h a t   o r g a n o m a g n e s i u m   c o m p o u n d s   c o n t a i n i n g   a l k o x y   and  b e n -  

z o a t e   g r o u p s   w e r e   u s e d   in   c o m b i n a t i o n   w i t h   A l E t 2 C l   t o g e t h e r  

w i t h   d i e t h y l   e t h e r .   The  s -BuMgOsBu  was  p r e p a r e d   by  r e a c t i n g  

a  d i l u t e   s o l u t i o n   of   sBu2Mg  c o n t a i n i n g   0 .33   Et2O  w i t h   o n e  

mole   s-BuOH  and  u s e d   w i t h o u t   i s o l a t i o n   (Run  M).  The  m i x t u r e  

in  Run  N  was  p r e p a r e d   in   a  s i m i l a r   m a n n e r   by  r e a c t i n g   1 . 5 5  

mmole  n  +  s  Bu2Mg  w i t h   1 . 1 0   s - b u t a n o l ,   a d d i n g   0 . 0 6 6   E t 2 0 ,  

t h e n   a d d i n g   t h i s   p r o d u c t   to  a  s o l u t i o n   of  1  b e n z o i c   a c i d   i n  

275  ml  n - h e p t a n e .  



C o m p a r i s o n   w i t h   E x a m p l e   25,  Run  H  shows  t h a t  

s u p e r i o r   r e s u l t s   w e r e   o b t a i n e d   w i t h   s m a l l e r   a m o u n t s   o f  

d i e t h y l   e t h e r   by  u s i n g   a l k o x i d e   and  c a r b o x y l a t e   s a l t s  

i n s t e a d   of   t h e   c h l o r i d e .  

EXAMPLE  2 8  

The  p r o c e d u r e   of  E x a m p l e   7,  Run  Z  was  f o l l o w e d  

e x c e p t   t h a t   0 . 2 5   mmole  Mg(OOCC6H5)2  was  u s e d   in   p l a c e   o f  

a c e t c p h e n o n e   as  t h e   t h i r d   c o m p o n e n t .   The  m a g n e s i u m   b e n z o a t e  

was  p r e p a r e d   f rom  a  d i l u t e   h e p t a n e   s o l u t i o n   of  b e n z o i c   a c i d  

and  n  +  s  Bu2Mg.  The  t - B u 2 A l E t   was  a d d e d   to  t h e   m i l k y   s l u r r y  

of   Mg(OOCC6H5)2,   c h a r g e d   to  t h e   r e a c t o r   and  h e a t e d   to  6 5 ° C . ,  

5  m i n . ,   a f t e r   w h i c h   t h e   s u p p o r t e d   t i t a n i u m   c a t a l y s t   w a s  

a d d e d .  

The  p r o p y l e n e   p o l y m e r i z a t i o n   r a t e   was  122  g / g  

C a t / h r   and  p o l y m e r   H I  -   9 7 . 7 % .  

EXAMPLE  29  

The  p r o c e d u r e   of   E x a m p l e   6,  Run  P,  was  f o l l o w e d  

e x c e p t   t h a t   m a g n e s i u m   b e n z o a t e   was  u s e d   as  a  c o c a t a l y s t  

m o d i f i e r   The  m a g n e s i u m   s a l t   was  made  i n  s i t u   by  r e a c t i n g  

a  h y d r o c a r b o n   s o l u t i o n   of  (n  +  s - B u ) 2 M g   w i t h   two  m o l e s   o f  

b e n z o i c   a c i d .   The  s a l t   s l u r r y   was  r e a c t e d   w i t h   t he   a l k y l  

m e t a l   c o c a t a l y s t   in  500  ml  n - h e p t a n e   a t   25°  to  65°C .   t o  



o b t a i n   a  s o l u b l e   p r o d u c t   b e f c r e   t h e   c a t a l y s t   was  a d d e d .  

When  u s e d   in   s m a l l   a m o u n t s   r e l a t i v e   to  t h e  

a l u m i n u m   t r i a l k y l   c o c a t a l y s t ,   t h e   m a g n e s i u m   b e n z o a t e  

s h a r p l y   i n c r e a s e d   s t e r e o s p e c i f i c i t y   as  m e a s u r e d   by  t h e  

p e r c e n t   b o i l i n g   h e p t a n e   i n s o l u b l e s   (Runs   B  and  E  v s .   A  a n d  

D) .   A c t i v i t y   d e c r e a s e d   s o m e w h a t ,   b u t   t h e   r e s u l t s   f o r   b o t h  

r a t e   and  %  HI  w e r e   s u p e r i o r   to   t h o s e   of  c o n v e n t i o n a l   T i C l 3  

c a t a l y s t s   ( E x a m p l e   11,  Runs  A,  C,  F  and  H).   At  a  r a t i o   o f  

0 .5   Mg(OOCØ)2  to  A l E t 3 ,   t h e   c a t a l y s t   was  i n a c t i v e   (Run  C ) .  

The  m o d i f i e r   was  e f f e c t i v e   w i t h   b o t h   t y p e s   of  a l u m i n u m   t r i -  

a l k y l s ,   b u t   i t   g a v e   t h e   h i g h e s t   s t e r e o s p e c i f i c i t y   w i t h   t h e  

n o v e l   t r i a l k y l   a l u m i n u m   c o c a t a l y s t s   of  t h i s   i n v e n t i o n .  

EXAMPLE  3 0  

The  p r o c e d u r e   of  E x a m p l e   29,  Run  B,  was  f o l l o w e d  

u s i n g   v a r i o u s   m e t a l   c a r b o x y l a t e s   as  c o c a t a l y s t   m o d i f i e r s .  



C o m p a r i s o n   w i t h   c o n t r o l   Run  A,  e x a m p l e   29,  s h o w s  

t h a t   much  h i g h e r   %  HI  was  o b t a i n e d   w h i l e   s t i l l   r e t a i n i n g  

h i g h   a c t i v i t y .  

EXAMPLE  3 1  

The  p r o c e d u r e   of  E x a m p l e   29  was  f o l l o w e d   e x c e p t  

t h a t   v a r i o u s   d i a l k y l   a l u m i n u m   c a r b o x y l a t e s   w e r e   u s e d   i n s t e a d  

of  t he   m a g n e s i u m   s a l t .   The  a l u m i n u m   t r i a l k y l   and  c a r b o x y l a t e  

w e r e   p r e m i x e d   3-5  m i n u t e s   a t   25°C.   in  30  ml  n - h e p t a n e s .  

C o m p a r i s o n   w i t h   c o n t r o l   Run  A,  E x a m p l e   29,  s h o w s  

t h a t   i n c r e a s e d   s t e r e o s p e c i f i c i t y   was  o b t a i n e d   w i t h   a l l   o f  

t h e   a l k y l   a l u m i n u m   c a r b o x y l a t e s   e x c e p t   in  Run  0.  H i g h e r  

a c t i v i t i e s   w e r e   a l s o   o b t a i n e d   in   some  c a s e s ,   e s p e c i a l l y  

w i t h   t h e   2 , 6 - d i m e t h y l b e n z o a t e s   (Runs   N  and  0 ) .   The  o r t h o  

s u b s t i t u e n t s   a r e   b e l i e v e d   to  h i n d e r   t h e   c a r b o n y l   a d d i t i o n  

r e a c t i o n   w h i c h   l e a d s   to  l o w e r   a c t i v i t y   by  c o n s u m p t i o n   o f  



t h e   a l u m i n u m   t r i a l k y l .   S u p p o r t   f o r   t h i s   t y p e   of  s i d e  

r e a c t i o n   can   be  s e e n   in   t h e   low  a c t i v i t y   in   Run  Pt  p r e f i x e d  

in   c o n c e n t r a t e d   s o l u t i o n ,   c o m p a r e d   to  Run  J  w h i c h   was  p r e -  

m i x e d   in   500  ml  n - h e p t a n e .   When  s u f f i c i e n t   e x c e s s   AlR3  i s  

u s e d   in   a  c o n c e n t r a t e d   p r e m i x   w i t h   t h e   a l u m i n u m   b e n z o a t e ,  

one  r e g a i n s   a c t i v i t y ,   b u t   t h e   m o d i f i e r   is  p r e s u m e d   to  b e  

t h e   a l u m i n u m . a l k o x i d e   p r o d u c t s   f rom  t h e   c a r b o n y l   a d d i t i o n  

r e a c t i o n .   Run  R  shows  t h a t   t h e   c a r b o x y l a t e   c o m p o u n d   a l o n e  

is   n o t   a  c o c a t a l y s t ,   so  t h a t   t h e   i m p r o v e d   r e s u l t s   o b t a i n e d  

when  m i x e d   w i t h   AlR3  m u s t   be  due  to  t h e   r e a c t i o n   of  t h e  

A1R3  w i t h   t h e   c a r b o x y l a t e   m o d i f i e r .  

EXAMPLE  3 2  

The  p r o c e d u r e   of   E x a m p l e   29  was  f o l l o w e d   e x c e p t  

t h a t   t e r t i a r y   b u t y l   a l u m i n u m   c o m p o u n d s   w e r e   u s e d   and  t h e  

r a t i o   of   a l u m i n u m   t r i a l k y l   to  a l u m i n u m   b e n z o a t e   was  v a r i e d .  

C o m p a r i s o n   w i t h   E x a m p l e   29  shows  t h a t  t h e   d i a l k y l  

a l u m i n u m   b e n z o a t e s   w e r e   n o t   as  e f f i c i e n t   as  m a g n e s i u m   b e n -  

z o a t e ,   and  h i g h e r   r a t i o s   w e r e   n e e d e d   to  a c h i e v e   h i g h e r  

s t e r e o s p e c i f i c i t y .  

EXAMPLE  33  

The  p r o c e d u r e   of   E x a m p l e   6,  Run  P,  was  f o l l o w e d  



e x c e p t   t h a t   d i a l k y l   a l u m i n u m   a l k o x i d e s   were   u s e d   as  c o -  

c a t a l y s t   m o d i f i e r s .  

C o m p a r i s o n   of  Runs  V  and  W  w i t h   c o n t r o l   run   D,  

E x a m p l e   29,  shows  t h a t   t h e   a l k o x i d e   a d d i t i v e s   i n c r e a s e d  

s t e r e o s p e c i f i c i t y   as  m e a s u r e d   by  h e p t a n e   i n s o l u b l e s .   T h i s  

was  a l s o   t r u e   f o r   Run  Y  v e r s u s   i t s   c o n t r o l   (Run  X).   In  t h i s  

c a s e ,   a  l a r g e   e x c e s s   of   a l k o x i d e   was  u s e d   r e l a t i v e   to  t h e  

A1R3.  T h e s e   r e s u l t s   a r e   o p p o s i t e   to  t h o s e   u s i n g   u n s u p p o r t e d  

T i C l 3   c a t a l y s t s   in   w h i c h   i t   i s   known  t h a t   d i a l k y l   a l u m i n u m  

a l k o x i d e   c o c a t a l y s t s   p r o d u c e   low  h e p t a n e   i n s o l u b l e   p r o d u c t s .  

S i n c e   many  m o d i f i c a t i o n s   and  v a r i a t i o n s   of  t h i s  

i n v e n t i o n  m a y   be  made  w i t h o u t   d e p a r t i n g   f rom  t h e   s p i r i t   o r  

s c o p e   of   t h e   i n v e n t i o n   t h e r e o f ,   i t   i s   n o t   i n t e n d e d   to  l i m i t  

t h e   s p i r i t   or  s c o p e   t h e r e o f   to  t h e   s p e c i f i c   e x a m p l e s   t h e r e o f .  



1.  A  c a t a l y s t   compos i t ion   s u i t a b l e   for  use  in  p o l y m e r i z a t i o n s  

which  comprises  a  mixture   o f :  

(a)  a  t i t a n i u m   metal  compound  on  a  suppor t ,   said  t i t a n i u m  

metal  being  TiCl3,  TiCl4,  TiBr3,  TiBr4  or  a  mixture  t h e r e o f ;  

(b)  at  l e a s t   one  a lkyl   metal  compound  having  the  f o r m u l a .  

RnMR'3-n:  wherein  R'  is  a  C1  to  C20  pr imary  a lky l ,   a lkenyl   o r  

a r a l k y l   group  or  hydrogen,   M  is  Al,  Ga  or  In,  R  is  a  C3-C20 

secondary  or  t e r t i a r y   a l k y l ,   neopen ty l   a l k y l ,   cyc loa lky l   or  a 

secondary  or  t e r t i a r y   a lkenyl   or  a r a l k y l   g roup ,   n  is  equal  t o  

0-2;  wherein  said  compos i t ion   i n c l u d e s   at  l e a s t   one  Lewis  b a s e  

with  the  proviso   tha t   the  Lewis  base  does  not  cause  e x c e s s i v e  

c leavage  of  metal -   - ca rbon   bonds  or  loss   of  a c t i v e   s i t e s ,   t h e  

molar  r a t i o   of  said  a lkyl   metal  compound  to  said  t r a n s i t i o n   m e t a l  

compound  being  about  0 .5 :1   to  200:1;  and 

(c)  a  s a l t   of  a  Group  IA  to  Group  IIIB  meta l ,   said  s a l t  

being  an  a l k o x i d e ,   c a r b o x y l a t e   or  a r y l o x i d e ,   the  c o n c e n t r a t i o n   o f  

said  metal   s a l t   being  about  0.1  to  20  moles  of  said  RnMR'3-n  compound. 

2.  A  c a t a l y s t   compos i t ion   s u i t a b l e   for  use  in  p o l y m e r i z a t i o n s  

which  comprises   a  mix ture   o f :  

(a)  a  t i t a n i u m   metal  compound  on  a  suppor t ,   said  t i -  

tanium  metal  compound  being  TiCl3,  TiCl4,  TiBr3,  TiBr4  o r  a   m i x -  

tu res   t h e r e o f ;  

(b)  at  l e a s t   cne  a lky l   metal  compound  having  t h e  

formula  R3"M  wherein  M  is  A1,  Ga  or  In  and  R"  is  C1-C20  p r i m a r y  

a l k y l ,   secondary  a l k y l ,   t e r t i a r y   a l k y l ,   c y c l o a l k y l ,   a lkenyl   o r  

an  a r a l k y l   group,  wherein  said  compos i t ion   inc ludes   at  l e a s t   one  

Lewis  base  with  the  p roviso   tha t   the  Lewis  base  does  not  c a u s e  



e x c e s s i v e   c leavage   of  m e t a l - c a r b o n   bonds  or  loss  of  a c t i v e   s i t e s ,  

the  molar  r a t i o   of  said  R3"M  to  said  t r a n s i t i o n   metal  compound 

being  about  0 .5 :1   to  about  200:1;   and 

(c)  a  s a l t   of  a  Group  IA  to  Group  IIIB  me ta l ,   s a i d  

s a l t   being  an  a l k o x i d e ,   c a r b o x y l a t e   or  a r y l o x i d e ,   the  c o n c e n t r a -  

t ion   of  said  metal  s a l t   being  about  0.1  to  about  20  moles  p e r  

mole  of  said  R2"M  compound. 

3.  A  Composi t ion  a c c o r d i n g   to  e i t h e r   of  claims  1  and  2 

wherein  said  suppor t   c o m p r i s e s  M g C l 2 .  

.4.  A  compos i t ion   a c c o r d i n g   to  any one  of  the  p r e c e d i n g  

claims  wherein  said  Lewis  base  is  a  c a r b o x y l i c   acid  e s t e r .  

5.  A  compos i t i on   a c c o r d i n g   to  any one  of  claims  1  to  3 

wherein   said  Lewis  base  is  a  t e r t i a r y   amine,  e s t e r ,   p h o s p h i n e ,  

phosphine   oxide  or  phospha te   or  a  mix ture   t h e r e o f .  

6.  A  compos i t ion   a c c o r d i n g   to  any one  of  claims  1  to  3 

where in   said  Lewis  base  is  an  aryl   phospha t e ,   a lkyl   p h o s p h i t e ,  

h e x a a l k y l   p h o s p h i n i c   t r i a m i d e ,   d imethyl   s u l f o x i d e   or  a  m i x t u r e  

t h e r e o f .  

7.  A  compos i t ion   a c c o r d i n g   to  any one  of  claims  1  to  3 

where in   said  Lewis  base  is  d imethy l   formamide,  a  secondary   a m i n e ,  

e t h e r ,   epoxide ,  ke tone   or  a  mix ture   t h e r e o f .  

8.  A  compos i t ion   a c c o r d i n g   to  any one  of  claims  1  to  3 

where in   said  Lewis  base  is  a  s a t u r a t e d   or  u n s a t u r a t e d   h e t e r o c y c l e ,  

a  c y c l i c   e ther   or  a  mix ture   t h e r e o f .  

9.  A  compos i t ion   a c c o r d i n g   to  any one  of  the  p r e c e d i n g   c l a i m s  

where in   the  t i t a n i u m   metal  compound  is  a  mixture   of  TiCl4  and  T i C l 3 .  

10.  A  compos i t ion   acco rd ing   to  any one  of  claims  1  to  8,  w h e r e -  

in  said  t i t a n i u m   metal  compound  is  TiCl4  c o n t a i n i n g   MgCl2. 

11.  A  compos i t ion   a c c o r d i n g   to  any one  of  the  p r e c e d i n g   c l a i m s  

where in   the  a lkyl   metal  compound  is  RAIR'  a n d   is  formed  from  the  r e a c t i o n .  



product   of  R'2AlX  and  RMgX',  wherein  X  is  a  c h l o r i d e ,   bromide  or  a 

monovalent   anion  which  cannot  i n i t i a t e   p o l y m e r i z a t i o n   of  o l e f i n i c  

monomers  and  X'  is  an  anion  which  cannot  i n i t i a t e   p o l y m e r i z a t i o n  

of  o l e f i n i c   monomers.  

12.  A  compos i t ion   accord ing   to  any  one  of  claims  1  to  10,  

Wherein the  a lkyl   metal  compound  is  R2AlR'  and  is  formed  from  the  r e a c t i o n  

product   of  R2Mg  and  R'AlX2  waherein  X is  c h l o r i d e ,   bromide  or  a 

monovalent   anion  which  cannot  i n i t i a t e   p o l y m e r i z a t i o n   of  o l e f i n i c  

monomers.  

13.  A  compos i t ion   accord ing   to  any one  of  the  p r eced ing   c l a i m s ,  

wherein  the  Group  IA-II IB  metal  is  magnesium  or  a l u m i n i u m .  

14.  A  process   for  the  p o l y m e r i z a t i o n   of  a  C2  to  C20  o l e f i n i c  

monomer  or  a  mix tu res   t h e r e o f   to  a  homo-,  co-  or  t e rpo lymer   which  

comprises   c o n t a c t i n g   said  monomer  with  a  c a t a l y s t   compos i t ion   a c c o r d -  

ing  to  any one  of  the  p r eced ing   c l a i m s .  
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